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PREFACE. 



The aim of this book is to exhibit the scientific 
connexion of the various steps by which our know- 
ledge of the phenomena of heat has been extended. 
The first of these steps is tlie invention of the thermo- 
meter, by which the registration and comparison 
of temperatures is rendered possible. The second 
step is the measurement of quantities of heat, or 
Calorimetry. The whole science of heat is founded 
on Thermometry and Calorimetry, and when these 
operations are understood we may proceed to the 
third step, which is the investigation of those relations 
between the thermal and the mechanical properties of 

I substances which form the subject of Thermodynamics 
The whole of this part of the subject depends on the 
consideration of the Intrinsic Energy of a system of 
bodies, as depending on the temperature and physical 

i state, as well as the form, motion, and relative position 
of these bodies. Of this energy, however, only a 

Lpart is available for the purpose of producing me- 

Ichanical work, and though the energy itself is inde- 

" ructible, the available part is liable to diminution by 

Jie action of certain natural processes, such as con- 

nuctioQ and radiation of heat, friction, and viscosity. 

These processes, by which energy is rendered unavail- 

Ole as a source of work, are classed together under 

5 name of the Dissipation of Energy, and form the 
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subjects of the next division of the book- 
chapter is devoted to the explanation of ^ 
phenomena by means of the hypothesis that bodies 
consist of molecules, the motion of which constitutes 
the heat of those bodies. 

In order to bring the treatment of these subjects 
within the limits of this text-book, it has been found 
necessary to omit everything which is not an essential 
part of the intellectual process by which the doctrines 
of heat have been developed, or which does not 
materially assist the student in forming his own judg- 
ment on these doctrines. 

For this reason, no account is given of several very 
important experiments, and many illustrations of the 
theory of heat by means of natural phenomena are 
omitted. The student, however, will find this part of 
the subject treated at greater length in several excel- 
lent works on the same subject which have lately 
appeared. 

A full account of the most important experiments 
on the effects of heat will be found in Dixon's 
'Treatise on Heat' (Hodges & Smith, 1849). 

Professor Balfour Stewart's treatise contains all that 
is necessary to be known in order to make experi- 
ments on heat. The student may be also referred to 
Deschanel's 'Natural Philosophy,' Part H., translated 
by Professor Everett, who has added a chapter on 
Thermodynamics ; to Professor Rankine's work on the 
Steam Engine, in which he will find the first systematic 
treatise on thermodynamics ; to Professor Tait's ' Ther- 
modynamics,' which contains an historical sketch of 
the subject, as well as the mathematical investigations ; 
and to Professor Tyndall's work on ' Heat as a Mode 
of Motion,' in which the doctrines of the science are 
forcibly impressed on the mind by well-chosen illus- 
trative experiments. The original memoirs of Pro- 
TessoT Clausius, one of the founders of the modern 

agfle 0/ TA ermodynamics, have been edited in 
ssor Piirst. 
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CHAPTER I. 

INTRODUCTION. 

'a'he distinction between hot bodies and cold ones is 
familiar to all, and is associated in our minds with the 
difference of the sensations which we experience in touching 
various substances, according as they are hot or cold. The 
intensity of these sensations is susceptible of degrees, so that 
we may estimate one body to be hotter or colder than 
another by the touch. The words hot, warm, cool, cold, 
are associated in our minds with a series of sensations which 
we suppose to indicate a corresponding series of states of 
an object with respect to heat. 

We use these words, therefore, as the names of these 
states of the object, or, in scientific language, they are the 
names of Temperatures, the word hot indicating a high 
temperature, cold a low temperature, and the intermediate 
terms intermediate temperatures, while the word temperature 
itself is a general term intended to apply to any one of these 
states of the object 

Since the state of a body may vary continuously frora 
cold to hot, we must admit the existence oi aiv *\t\defeiv\\.^ 
number of intermediate states, which we caW mteime^i^Xfc 
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lemperaturits. We may give names to anj number of 
particular degrees of temperature, and express any other 
temperature by its relative place among these degrees. 

The temperature of a body, therefore, is a quantity which 
indicates how hot or how cold the body is. 

When we say that the temperature of one body is- higher 
or lower than that of another, we mean that the first body is 
hotter or colder than the second, but we also imply that we 
refer the state of both bodies to a certain scale of tempe- 
ratures. By the use, therefore, of the word temperature, 
we fix in our minds the conviction that it is possible, not 
only to feel, but to measure, how hot a body is. 

Words of this kind, which express the same things as 
the words of primitive language, but express them in a way 
susceptible of accurate numerical statement, are called 
scientific ' terms, because they contribute to the growth of 

We might suppose that a person who has carefully cul- 
tivated his senses would be able by simply touching an 
object to assign its place in a scale of temperatures, but it is 
found by experiment that the estimate fonned of temperature 
by the touch depends upon a great variety of circumstances, 
some of these relating to the texture or consistency of the 
object, and some to the temperature of the hand or the 
state of health of the person who makes the estimate. 

For instance, if the temperature of a piece of wood were 
the same as that of a piece of iron, and much higher than 
that of the hand, we should estimaie the iron to be hotter 
than the wood, because it parts with its heat more readily to 
the liand, whereas if their temperatures were equal, and 
much lower than that of the hand, we should estimate the 
iron to be colder than the wood. 

There is another common experiment, in which we place 
I one hand in hot water and the other in cold for a sufficient 
L^' 'Bc^Mi&ik, imJJ. ProducingdemoiWtativeknowlcrtg*.'--7»/SiiuoH'' 
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time If we then dip both hands in the same basin of 
lukewarm water alternately, or even at once, it will appear 
cold to the warmed hand and hot to the cooled hand. 

In fact, our sensations of every kind depend upon so K 
many variable conditions, that for all scientific purposes w 
prefer to form our estimate of the state of bodies from their J 
observed action on some apparatus whose conditi 
more simple and less variable than Chose of our own sensei.l 

The properties of most substances vary when their tcm 
perature varies. Some of these variations are abrupt, andfl 
serve to indicate particular temperatures as points of re^fl 
ference; others are continuous, and serve to measure other^ 
temjjeratures by comparison with the temperatures of refer- 

For instance, the temperature at which ice melts is found 
to be always the same under ordinary circumstances, though, 
as we shall see it is slightly altered by change of pressure. 
The temper tu m which issues from boiling water 

is also const^i h h p essure is constant. 

These two ph m herefore— the melting of ice and 
the boiling o w — d e in a visible manner two tempe- 
ratures which points of reference, the position 
of which defend, on the properties of water and not on the 
conditions of our senses. 

Other changes of state which take place at temperatures 
more or less definite, such as the melting of wax or of 
lead, and the boiling of liquids of definite composition, are 
occasionally used to indicate when these temperatures are 
attained, but the melting of ice and the boiling of pure 
water at a standard pressure remain the most important 
temperatures of reference in modem science. 

These phenomena of change of stale serve to indicate 
only a certain number of particular temperatures, 
order to measure temperatures in general, we must 
ourselves of some property of a subsUncc ■«'Vi\c\\ 
inaously mth the temperature. 
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The volume of most substances increases continuously 
as the temperature rises, the pressure remaining constant 
There are exceptions to this rule, and the dilatationi of 
ditferent substances are not in genera! id the same propor- 
tion ; but any substance in which an increase of temperature, 
however small, produces an increase of volume may be used 
to indicate changes of temperature. 

For instance, mercury and glass both expand when heated, 
but the dilatation of mercury is greater than that of glass. 
Hence if a cold glass vessel be filled with cold mercury, and 
if the vessel and the mercury in it are then equally heated, 
the glass vessel will expand, but the mercury will expand 
more, so that the vessel will no longer contain the mercury. 
If the vessel be provided with a long neck, the mercuiy 
forced out of the vessel will rise in the neck, and if the neck 
is a narrow tube finely graduated, the amount of mercuiy 
forced out of the vessel may be accurately measured. 

This is the principle of the common mercurial thermo 
meter, the construction of which will be afterwards more 
minutely described. At present we consider it simply as an 
instrument the indications of which vary when the tempe- 
rature varies, but are always the same when the temperature 
of the instrument is the same. 

The dilatition of other liquids, as well as that of solids and 
of gases, may be used for thermometric purposes, and the 
thermo-electric properties of metals, and the variation of their 
electric resistance with temperature, are also employed in 
researches on heat. We must first, however, study the theory 
of temperature in itself before we examine the properties of 
different substances as related to temperature, and for this 
purpose we shall use the particular mercurial thermometer 
just described. 



^^1 THE MERCURIAL THERMOMETER. ^^^| 

^^ This thermonneter consists of a glass tube terminating in' ^^^ 
a bulb, the bulb and part of the tube being filled witli 
mercury, and the rest of the tube being empty. We shall 
suppose the tube to be graduated in any manner so that the 
height of the mercury in the tube may be observed and 
recorded. We shall not, however, assume either that the 
tube is of uniform section or that the degrees are of equal 
size, so that the scale of this primitive thermometer must be 
regarded as completely arbitrary. By means of our therrao- 
meler we can ascertain whether one temperature is higher or 
lower than another, or equal to it, but we cannot assert that 
the difference between two temperatures, a and a, is greater 
or less than the difference between two other temperatures, 
C and D. 

We shall suppose that in every observation the temperature 
of the mercury and the glass is equal and uniform over the 
I whole thermometer. The reading of the scale will then 
■■epend on the temperature of the thermometer, and, since 
^^■B have not yet established any more perfect thermometric 
^^Bale, we shall call this reading provisionally ' the temperature 
^^K the arbitrary scale of the thermometer.' 
^^Krhc reading of a thermometer indicates primarily its own 
^^^piperature, but if we bring the thermometer into intimate 
^^Mitact with another substance, as for instance if we plunge 
^^Knto a liquid for a sufficient time, we find that the reading 
^^H the thermometer becomes higher or lower according as 
^^He liquid is hotter or colder than the thermometer, and that 
^^Hre leave the thermometer in contact with the substance for J 

^^Hlufficient time the reading becomes stationary. Let us 
^^Bl this ultimate reading ' the temperature of the substance.' i 

^^Be shall find as we go on that we have a right to do so. 
^^TLet us now take a vessel of water which we shall suppose 
^^Bbe at the temperature of the ait, so that if left, to \V5t\S \S. 
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. —iilhf wewd «rf doD Aeet oopper or tnt |ihii. ndfi 
«tt wato, oil, or anjr odwr fiqmd. and ■— mm k is the 
bfger vcMcl of waler far a certain tmir. Tbon, ifbjii 
flf oar dMnnooKtcT we register the Knpentares of At 
Kqaiitm Ibetwonueb bdoreand aAer tbe immaaan of 
dw copper vcMel, we fod that if theyaie or^naJIr at the 
■ame taajtaataxe Ibe temperature of both remains the same^ 
bat that if one i> at a h^ber temperatitre than the other, that 
which hu the higgler temperature becixnes colder and that 
which has the lower temperatme becomes hotter, so that if 
they conttnoe in contact for a sufficient time they aiTi\-e at 
laM at the tame temperature, after which no change of tem- 
perature takes place. 

The toM of temperature hy the hot body is not in general 
equal 10 the gain of temperature by the cold body, but it is 
manifest that the two simultaneous phenomena are due to 
one cau»e, and this cause may be described as the passage 
'if Heat from the hot body to the cold one. 

As this is the first time we have used the word Heat, let us 
I examine what we mean by it. 

[ Wc find the cooling of a hot body and the beating of 

I a cold body happening simultaneously as parts of the same 

' phenomenon, and wc describe this phenomenon as the pas- 

mige of heat from the hot body to the cold one. Heat, then, 

is something which may be transferred fi-om one body to 

another, no as to diminish the quantity of heat in the first 

■nd incren»e that in the second by the same amount. 

When heat is communicated to a body, the temperature 

[ of tho body is generally increased, but sometimes other 

effects nre jiroduced, such as change of state. When heat 

I leaves a body, there is either a fall of temperature or a 

t change of state, If no heat enters or leaves a body, and 

Plf no changes of state or mechanical actions lake place 

I'Ip the body, the temperature of tlie body will remain 
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Heat, therefore, may pass out of one body into another 
just as water may be poured from one vessel into another, 
and it may be retained in a body for any time, just as water 
may be kept in a vessel. We have therefore a right to speak 
of heat as af a mtasiirabU quantity, and to treat it raathenia- 
tically like other measurable quantities so long as it continues 
to exist as heat. We shall find, however, that we have no 
\ light to treat heat as a substance, for it may be transformed 
ato something which is not heat, and is certainly not a 
■ substance at all, namely, mechanical work. 

it remember, therefore, that though we admit heat 
o the title of a measurable quantity, we must not give it 
ttiatik as a substance, but must hold our minds in suspense 
. till we have further evidence as to the nature of heat. 

Such evidence is fiirnished by experiments on friction, in 

which mechanical work, instead of being transmitted from 

one part of a machine to another, is apparently lost, while 

I at the same time, and in the same place, heat is generated, 

i amount of heat being in an exact proportion to the 

mount of work lost We have, therefore, reason to believe 

,t heat is of the same nature as mechanical work, that is, 

1 ft is one of the forms of Energy. 

In the eighteenth century, when many new facts were 
f'^ing discovered relating to the action of heat on bodies, 
BpSnd when at the same time great progress was being made 
a the knowledge of the chemical action of substances, the 
j Caloric was introduced to signify heat as a measurable 
lantity. So long as the word denoted nothing more than 
i, it might be usefully employed, but the form of the word 
a;ommodated itself to the tendency of the chemists of that 
me to seek for new ' imponderable substances,' so that 
ord caloric came to coiuwle^ not merely heat, but heat 
I indestructible imponderable fluid, insinuating itself 
e pores of bodies, dilating and dissolving them, and 
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altimalcly vaporising them, combining with bodies in definite 
quantities, and so becoming latent, and reappearing when 
these bodies alter their condition. In fact, the word caloric, 
when once introduced, soon came to imply the recognised 
existence of something material, though probably of a more 
subtle nature than the then newly discovered gases. Caloric 
resembled these gases in being invisible and in its property 
of becoming fixed in solid bodies. It differed from them 
because its weight could not be detected by the finest 
balances, but there was no doubt in the minds of many 
eminent men that caloric was a fluid pervading all bodies, 
probably the cause of ali repulsion, and possibly even of the 
extension of bodies in space. 

Since ideas of this kind have always been connected 
with the word caloric, and the word itself has been in no 
slight degree the means of embodying and propagating 
these ideas, and since all these ideas are now known to be 
false, we shall avoid as much as possible the use of the 
word caloric in treating of heaL We shall find it useful, 
however, when we wish to refer to the erroneous theory 
which supposes heat to be a substance, to call it the 
* Caloric Theory of Heat.* 

The word heat, though a primitive word and not a 
scientific term, will be found sufficiently free from ambiguity 
when we use it to express a measurable quantity, because it 
will be associated with words expressive of quantity, indi- 
cating how much heat we are speaking o£ 

have nothing to do with the word heat as an abstract 
term signifying the property of hot things, and when we 
might say a certain heat, as the heat of new milk, we shall 
always use the more scientific word temperature, and speak 
of the temperature of new milk. 

We shall never use the word heat to denote the sensation 
of he.iL In Eict, it is never so used in ordinary language, 
which has no names for sensations, unless when the sensation 
itself is of more importance to us than its physical cause, aa. 



H Measurement of Heat, 

in the case of pain, &c. The only name we have for this 
sensation is ' the sensation of heat.' 

When we require an adjective to denote that a phe- 
nomenon is related to heat we shall call it a tkemiat 
phenomenon, as, for instance, we shall speak of the thermal 
conductivity of a substance or of thermal radiation to dis- 
tinguish the conduction and radiation of heat from the 
conduction of electricity or the radiation of light. The 
science of heat has been called {by Dr. Whewell and others) 
Thermotics, and the theory of heat as a form of energy is 
called' Thermodynamics. In the same way the theory of tlie 
equilibrium of heat might be called Thermostatics, and that 
of the motion of heat Thermokinemarics. 

The instrument by which the temperature of bodies is 
I registered is called a Themioroeter or measurer of warmth, 
I and the method of constructing and using thermometers may 
['fee called Thermometry. 

The instrument by which quantities of heat are measured 

is called a Calorimeter, probably because it was invented at 

a time when heat was called Caloric. The name, however, 

is now well established, and is a convenient one, as its form 

E'k sufficiently distinct from that of the word Thermometer. 

■ The method of measuring heat may be called Calorimetry. 

A certain quantity of heat, with which all other quantities 

ire compared, is called a Thermal Unit. This is the quantity 

L of heal required to produce a particular effect, such as to 

l-iielt a pound of ice, or to raise a pound of water from one 

T defined temperature to ahother defined temperature. A par- 

Iticularthermal unit has been called by some authors a Calorie. 

We have now obtained two of the fundamental ideas 

L- of the science of heat — the idea of temperature, or the 

L property of a body considered with reference to its power of 

Cheating other bodies ; and the idea of heat as a measurable 

lantitj', which may be transferred from hotter bodies to 

^Ider ones. We shall consider the further development of 

e ideas in the chapters on TherraometTy aiiii CEi^T\TOea^, 
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but we must first direct our attention to the process by which 
heat is transferred from one body to another. 

This process is called the Diffiision of Heat. The diffusion 
of heat invariably transfers heat from a hotter body to a colder 
one, so as to cool the hotter body and warm the colder body. 
This process would go on till all bodies were brought to the 
same temperature if it were not for certain other processes 
by which the temperatures of bodies are changed inde- 
pendently of any exchange of heat with other bodies, as, for 
instance, when combustion or any other chemical process 
takes place, or when any change occurs in the form, structure, 
or physical state of the body. 

The changes of temperature of a body arising from other 
causes than the transfer of heat from other bodies will be 
considered when we come to describe the different physical 
Eitates of bodies. We are at present concerned only with 
the passage of heat into the body or out of it, and this 
always takes place by diffusion, and is always from a hott«r 
TO a colder body. 

Three processes of difiiision of heat are commonly recog- 
nised — Conduction, Convection, and Radiation. 

Conduction is the flow of heat through an nnerjually heated 
body from places of higher to places of lower temperature. 

Convection is the motion of the hot body itself carrying its 
heat with it If by this motion it is brought near bodies colder 
than itself it will warm them faster than if it had not been 
moved nearer to them. The term convection is applied to 
those processes by which the diffusion of heat is rendered 
more rapid by the motion of the hot substance from one 
place to another, though the ultimate transfer of heat may 
still take place by conduction. 

In Radiation, the hotter body loses heat, and the colder 
body receives heat by means of a process occurring in some 
intervwiing medium which does not itself become thereby hot. 

In each of these three processes of diffusion of heat the 

mperatures of the bodies between which the process takes 
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^PScc tend to become equal. We shall not at present discuss 
the convection of heat, because it is not a purely thermal 
phenomenon, since it depends on a hot substance being 
carried from one place to another, either by human effort, 
as when a hot iron is taken out of the fire and put into the 
tea-um, or by some natural property of the heated substance, 
as when water, heated by contact with the bottom of a 
kettle placed on the fire, expands as it becomes warmed, 
and forms an ascending current, making way for colder and 
therefore denser water to descend and take its place. In 
every such case of convection the ultimate and only direct 
transfer of heal is due to conduction, and the only effect of 
the motion of the hot substance is to bring the unequally 
heated portions nearer to each other, so as to facilitate the 
exchange of heat. We shall accept the conduction of heat 
as a fact, without at present attempting to form any theory 
of the iletails of the process by which it takes place. We 
do not even assert that in the diffiision of heat by conduc- 
tion the transfer of heat is entirely from the hotter to the 
colder body. All that we assert is, that the amount of heat 
transferred from the hotter to the colder body is invariably 
greater than the amount, if any, transferred from the colder J 
to the hotter. \ 

ON CONDUCTION. ■ 

In the experiments which we have described, heat passeiM 

from one body into another through an intervening sulhfl 

stance, as from a vessel of water through the glass bulb of i^ 

thermometer into the mercury inside the bulb. ■ 

This process, by which heat passes from hotter to coldetfl 

parts of a body, is caJled the conduction of heat Whe^ J 

heat is passing through a body by conduction, the tern- J 

perarure of the body must be greater in the parts from'f 

^j^ch the heat comes than in those to which it tends-J 

^^B the quantity of heat which passes through any thtaj 

^^■r of the substance depends on the difference of th&n 
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temperatures of the opposite aides of the layer. For instance, 
we put a silver spoon into a cup of hot tea, the part 
of the spoon in the tea soon becomes heated, wliile the 
part just out of the tea is comparatively cool. On ac- 
count of this inequality of temperature, heal immediately 
begins to flow along the metal from 
A to B, The heat first warms b a 
little, and so makes b warmer than 
c, and then the heat flows on from 
B 10 c, and in this way the very 
end of the spoon will in course of 
time become warm to the touch. 
The essential requisite to the con- 
duction of heat is, that in every part of its course the heat 
must pass from hotter to colder parts of the body. No 
heat can be conducted as far as e till a has been made 
hotter than b, b than C, C than d, and D than e. To do 
this requires a certain amount of heat to be expended in 
warming in succession all these intermediate parts of the 
spoon, so that for some time after the spoon is placed in 
the cup no aiteratiun of temperature can be perceived at 
the end of the spoon. 

Hence we may define conduction as the passc^e of heat 
through a body depending on inequality of temperature in 
adjacent parts of the body. 

When any jjart of a body is heated by conduction, the 
parts of the body through which the heat comes to it must 
be hotter than itself, and the parts higher up the stream of 
heat still hotter. 

If we now try the experiment of the spoon in the teacup 
mth a German silver s|)Oon along with the silver one, we 
shall find that the end of the silver spoon becomes hot long 
before that of the German silver one ; and if we also put in a 
bone or horn spoon, we shall not be able to perceive any 
warmth at the end of it, however long we wait. 
This shows th.nl silver conducts heat quicker than Gertnan 
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silver, and German silver ijuicker than bone or horn. The 
reason why the end of the spoon never gets as hot as the 
tea is, that the intermediate [KiTts of the spoon are cooling, 
partly by giving their heat to the air in contact with them, 
and partly by radiation out into space. 

To show that the first effect of heat on the iheraiometer 
is to warm the material of which the bulb is composed, and 
that the heat cannot reach the fluid inside till the bulb has 
been warmed, lake a thermometer with a large bulb, watch 
the fluid in the tube, and dash a little hot water over the 
bulb. The fluid will fall in the tube before it begins to 
rise, showing that the bulb began to expand before the fluid 
expanded. 



On a calm day in winter we feel the sun's rays 
3 water is freezing and ice is hard and dry. 

we make use of a thermometer, we find that if tlie 

i rays fall on it, it indicates a temperature far above 

Kzing, while the air immediately surrounding the bulb is 

^ a temperature below freezing. The heat, therefore, which 

e feel, and to which the thermometer also responds, is not 

mveyed to it by conduction through the air, for the air 

I cold, and a cold body cannot make a body warmer than 

lelf by conduction. The mode in which the heat reaches 

E body which it warms, without wanning the air through 

mich it passes, is called radiation. Substances which 

mit of radiation taking place through them are called 

fcathermanous. Those which do not allow heat to pass 

BTough them without becoming themselves hot are called 

Rthermanous. That which passes through the medium 

.his process is generally called Radiant Heat, 

IS long as it is radiant it possesses none of the 

;s which distinguish heat from other forms of energy, 

e the tempennaie of the body tliTOugh wVvd:! \\. ^asiR.^ 
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and the other physical properties of the body, are in no way 
affected by the passage of the radiation, provided the body 
is perfectly diathermanous. If the body is not perfectly 
diathermanous it stops more or less of the radiation, and 
becomes heated itself, instead of transmitting the whole 
radiation to bodies beyond iL 

The distinguishing characteristic of radiant heat is, thai 
It travels in rays like light, whence the name radiant. These 
rays have all the physical properties of rays of light, and are 
capable of reflexion, refraction, interference, and polarisation. 
They may be divided into different kinds by the prism, as 
light is divided into its component colours, and some of Ihe 
heat-rays are identical with tlie rays of light, while other 
kinds of heat-rays make no impression on our eyes. For 
instance, if we take a glass convex lens, and place it in the 
sun's rays, a body placed at the focus where a small image 
of the sun is formed will be intensely heated, while the lens 
itself and the air through which the rays pass remain quite 
cold, ir we allow the rays before they reach the focus to 
fall on the surface of water, so that the rays meet in a focus 
in the interior of the water, then if the water is quite clear 
at the focus it will remain tranquil, but if we make the focus 
fall upon a mote in the water, the rays will be stopped, the 
mote will be heated and will cause the water next it to 
expand, and so an upward current will be produced, and the 
mote will begin to rise in the water. This shows that it 
is only when the radiation is stopped that it has any effect in 
heating what it falls on. 

By means of any regular concave piece of metal, such as 
the scale of a balance, pressed when hot against a clear 
sheet of ice, first on one side and then on the other, it is easy 
to make a lens of ice which may be used on a sunny day as 
1 burning glass ; but this experiment, which was formerly 
[ in great repute, is far inferior in interest to one invented by 
I ^ofessor 'I'j-ndall, in which the heat, instead of being con- 
4 A/ ice, is concentrated in Ice. TaVe a. c\g3a ^A^ari^. 
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of ice and make a fiat surface on it, parallel to the origitiaJ 
sariace of the lake, or to the layers of bubbles generally 
found in large blocks ; then let the converging rays of the 
sun from an ordinary burning glass fall on this surface, and 
come to a focus within the ice. The ice, not being per- 
fectly diathermanous, will be wanned by the rays, but much 
at the focus than anywhere else. Thtis the ice will 
to melt at the focus in the interior of its substance, 
IS it does so, the portions which melt first are regu- 
larly formed crystals, and so we see in the path of the beam 
number of six-rayed stars, which are hollows cut out of 
e ice and containing water. This water, however, does 
not quite fill them, because the water is of less bulk than 
ice of which it was made, so that parts of the stars are 
mpty. 

[ Experiments on the heating elFects of radiation show 
lat not only the sun but all hot bodies emit radiation. When 
■e body is hot enough, its radiations become visible, and 
e body is said to be red hot. When it is still hotter it 
Snds forth not only red rays, but rays of every colour, and 
I is then said to be white hot. When a body is too coH 
\ shine visibly, it still shines with invisible heating rays, 
1 be perceived by a sufficiently delicate thermo- 
jieter, and it does not appear that any body can be so 
fjld as not to send forth radiations. The reason why all 
;s do not appear to shine is, that our eyes are sensitive 
to particular kinds of rays, and we only see by means 
ys of these kinds, coming from some very hot body, 
r direcdy or after reflexion or scattering at the surface 
i other bodies. 

J We shall see that the phrases radiation of heat and ra- 
mt heat are not quite scientifically correct, and must be 
|ed with caution. Heat is certainly communicated from 

body to another by a process which we 
ttion, which takes place in the region betw 
\ bodies. We have no right, however, to spea^ *A 
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process of radiaDoQ as hea.L We have defined heat 
as it exists in hot bodies, and we have seen that all heat 
of the same kind. But the radiation between bodies 
differs ftom heat as we have defined it — ist, in not making 
the body hot through which it passes ; and, in being of 
many different kinds. Hence we shal! generally speak of 
radiation, and when we speak of radiant heat we do not 
mean to imply the existence of a new kind of heat, but to 
consider radiation in its theimal aspect 

OS THE niFFEREVr PHYSICAL STATE9 OF BODIES: 

Bodies are found to behave in different ways under the 
action of forces. If we cause a longitudinal pressure to act 
on a body in one diiection by means of a pair of pincers or 
a vice, the body being free to move in all other directions, 
we find that if the body is a piece of cold iron there is very 
little effect produced, unless the pressure be very great ; if 
the body is a piece of india-rubber, it is compressed in the 
direction of its length and bulges out at the sides, but it 
;s into a state of equihbrium, in which it continues 
to support the pressure ; but if we substitute water for the 
india-rubber we cannot perform the experiment, for the 
water flows away laterally, and the jaws of the pincers 
come together without having exerted any appreciable 



Bodies which can sustain a longitudinal pressure, however 
small that pressure may be, without being supported by a 
lateral pressure, are called solid bodies. Those which 
cannot do so are called fluids. We sball see that in a fluid 
at rest the pressure at any point must be equal in all direc- 
tions, and this pressure is called the pressure of the fluid. 

There are tivo great classes of fluids. If we put into a 
closed vessel a small quantity of a fluid of the first class, 
such as water, it will partly fill the vessel, and the rest of the 
s/iaay either be empty ot may contain a iiSissttiv fbwL 
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Fluids having this property are called liquids. Water i; 
liquid, and if we put a little water into a bottle the water"",! 
will lie at the boltom of the bottle, and will be separated by 
a distinct surface from tlie air or the vapour of water 
above it. 

If, on the contrary, the fluid which we put into the closed 
vessel be one of the second class, then, however small a 
portion we introduce, it will expand and fill the vessel, or at 
least as much of it as is not occupied by a hquid. 

Fluids having this property are called gases. Air is a 
gas, and if we first exhaust the air from a vessel and tlien 
introduce the smallest quantity of air, tlie air will immediately 
expand till it fills the whole vessel so that there is as much 
air in a cubic inch in one part of the vessel as in another. 

Hence a gas cannot, like a liquid, be kept in 
mouthed vessel. 

The distinction, therefore, between a gas and a liquid is 
that, however large the space may be into which a portion of 
gas is introduced, the gas will expand and exert pressure on 
every part of its boundary, whereas a liquid will not expand 
more than a very small fraction of its bulk, even when the 
pressure is reduced to zero ; and some liquids can even 
sustain a hydrostatic tension, or negative ])ressure, without 
their parts being separated. 

The three principal states in which bodies are found a 
therefore, the solid, the liquid, and the gaseous states. 

Most substances are capable of existing in all these state^a 
as, for instance, water exists in the forms of ice, 
steam. A few solids, such as carbon, have not yet beeaj 
melted ; and a few gases, such as oxygen, hydrogen, and 
nitrogen, have not yet been liquefied or solidified, but these 
may be considered as exceptional cases, arising from the 
limited range of temperature and pressure which we can 
command in our experiments. 

The ordinary effects of heal in modifying the ph^sica.^. 
odj'esma/ he thus described. \\e mat^ takfeNWXst 
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a.s a familiar example, and explain, whm it is necessaiy, the 
different phenonjeoa of other bodies. 

At the lowest temperatures at which it has been (J^&ervcd 
water exists Jn the solid fonn as ice. When heat is com 
municated to very cold ice, or to any other solid body not 
at its melting temperature — 

I. The temperature rises. 

a. The body generally expands (the only exception among 
solid bodies, as far as I am aware, is the iodide of silver, 
which has been found by M. Fizeau to contract as the 
teraperature rises). 

3. ■ The rigidity of the body, or its resistance to change of 
fbrm, generally diminishes. This phenomenon is more 
apparent in some bodies than in others. It is very con- 
spicuous in iron, which when heated but not melted becomes 
soft and easily forged. The consistency of glass, resins, fals, 
and frozen oils alters very much with change of temperature. 
On the other hand, it is believed that steel wire is stiffer at 
212° F. than at 32" F., and it has been shown by Joule and 
Thomson that the longitudinal elasticity of caoutchouc 
increases with the temperature between certain limits of 
temperature. When ice is very near its melting point it 
becomes very soft. 

4. A great many solid bodies are constantly in a state of 
evaporation or transformation into the gaseous state at dieir 
free surface. Camphor, iodine, and carbonate of ammonia 
are -well-known examples of this. These solid bodies, if not 
kept in stoppered bottles, gradually disappear by ev^ora- 
tion, and tlie vapour which escapes from them may be 
recognised by its smelJ and by its chemical action. Ice, 
too, is continually passing into a state of vapour at its 
surface, and in a dry climate during a long frost large 
pieces of Ice become smaller and at last disappear, 

I There are other solid bodies wliidi .<]o not seem to lose 
I any of their substance in this way; .at .least, we cannot 
^^O iny loss. It is probable, however, that -those solid 
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s which can be detected by their smell are evaporating 
with extreme slowness. Thus iron and copper have each a 
well-known sraell. This, however, may arise from chemical 
faction at the surface, which sets free hydrogen or some 
fether gas combined with a very small quantity of the 
metal. J s 

FUSION. 

When the temperature of a solid body is raised to a 

fficient height it begins to melt into a liquid. Suppose a 

small portion of the solid to be melted, and that no more heat 

is applied till the temperature of the remaining solid and of 

the liquid has become equalised ; if a little more heat is then 

Applied and the temperature again equalised there will be 

fciore liquid matter and less solid matter, but since tlie liquid 

Bnd the solid are at the same temperature, that temperature 

Kaust still be the melting temperature. 

■ Hence, if the partly melted mass be kept well mixed 
mother, so tiiat the solid and fluid parts are at the same 
fcemperature, that temperature must be the melting tempera- 
Bore of the solid, and no rise of temperature will follow from 
Wie addition of heat till the whole of the solid has been con- 
Brerted into liquid. 

K The heat which is required to melt a certain quantity of 

B solid at the melting point into a liquid at the same 

temperature is called the latent heat of fusion. 

^ It is called latent heat, because the application of this 

flieat to the body does not raise its temperature or warm the 

[•body, 

■ Those, therefore, who maintained heat to be a substance 
r supposed that it existed in the fluid in a concealed or latent 
L State, and in this way they distinguished it from the heat 
fc' which) when a]»plied to a tsody, makes it hotter, or raises the 
^Bemperature. This they called sensible heat. A body, there- 
^Hbrc, was said to possess so much heat. Part of this hea.t was 
HU^ sensible hat, and to it was ascribed live tem^iu^t^ 
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of the body. The other part was called latent heat, and 
ascribed the liquid or gaseous form of the body. 

The fact that a certain quantity of heat must be applied 
pound of melting ice to convert it into water is all that 
we mean in this treatise when we speak of this quantity 
of heat as the latent heat of fusion of a pound of water. 

We make no assertion as to the state in which the heat 
exists in the water. We do not even assert that the heat 
communicated to the ice is still in existence as heat 

Besides the change from solid to liquid, there is generally 
a change of volume in the act of fusion. The water formed 
from the ice is of smaller bulk than the ice, as is shown by 
ice floating in water, so that the total volume of the ice and 
water diminishes as the melting goes on. 

On the other hand, many substances expand in the act of 
fusion, so that the solid parts sink in the fluid. During the 
fusion of the mass the volume in these cases increases. 

It has been shown by Prof. J. Thomson,' from the 
principles of the dynamical theory of heat, that if pressure is 
applied to a mixture of ice and water, it will not only compress 
both the ice and the water, but some of the ice will be 
melted at the same time, so that the total compression will 
be increased by tlie contraction of bulk due to this melting. 
The heat required to melt this ice being taken from the rest 
of the mass, the temperature of the whole will diminish. 

Hence the melting point is lowered by pressure in the 
case of ice. This deduction from theory was experimentally 
verified by Sir W. Thomson. 

If the substance had been one of those which expand in 
melting, the effect of pressure would be to solidify some of 
the mixture, and to raise the temperature of fusion. Most of 
the substances of which the crust of the earth is composed 
expand in the act of melting. Hence their melting points 
under great pressure. If the earth were throughout 

ietu Qftht ^iiya! Sacie^ of Edinburgh^ 1849. 
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in a state of fusion, when the external parts began to solidify 
they woulJ sink in the molten mass, and when they had 
sunk to a great depth they would remain solid under the 
enormous pressure even at a temperature greatly above the 
point of fusion of the same rock at the surface. It does not 
follow, therefore, that in the interior of the earth the matter 
is in a liquid state, even if the temperature is far above that 
of the fusion of rocks in our furnaces. 

It has been shown by Sir W. Thomson that if the earth, as 
a whole, were not more rigid than aballofglassof equal size, 
the attraction of the moon and sun would pull it out of shape, 
and raise tides on the surface, so that the solid earth would 
rise and fall as the sea does, only not quite so much. It is 
true that this motion would be so smooth and regular that 
we should not be able to perceive it in a direct way, but its 
effect would be to diminish the apparent rise of the tides of 
the ocean, so as to make them much smaller than they 
actually are. 

It appears, therefore, from what we know of the tides of 
the ocean, that the earth as a whole is more rigid than glass, 
and therefore that no very large portion of its interior can 
be Uquid. The effect of pressure on the melting point of 
bodies enables us to reconcile this conclusion with the 
observed increase of temperature as we descend in the 
earth's crust, and the deductions as to the interior tempera- 
ture founded on this fact by the aid of the theory of the 
conduction of heat, 

EFFECT OF HEAT ON LIIJUEDS. 

When heat is applied to a hquid its effects are— 

I. To warm the liquid. The quantity of heat required tc 

raise the liquid one degree is generally greater than thatj 

required to raise the substance in the solid form one degree^! 

and in general it requires more heat at high than a 

temperatures to warm the liquid one degree. 

■ volume. Most litjulds exgaTA_j 
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temperature rises, but water contracts from 32° F. tojg"'! F., 
and then expands, slowly at first, but afterwards more 
rapiJly. 

. To alter its physical state. Liquids, such as oil, tar, 
, which are sluggish in their motion, are said to be 
fflus. When they are heated their viscosity generally 
diminishes and they become more mobile. This is the case 
even with water, as appears by the experiments of M. O. E. 

When sulphur is heated, the melted sulphur undergoes 
several remarkable changes as its temperature rises, being 
mobile when first melted, then becoming remarkably viscous 

a higher temperature, and again becoming mobile when 
stillmore heated. These changes are connected with chemical 
( hanges in the constitution of the sulphur, which are observed 
also in solid sulphur. 

4. To convert the liquid into vapour. 

Whatever be the temperature of a liquid which partially 
ills a vessel, it always gives ofi" vapour till the remainder of 
the vessel is filled with vapour, and this goes on till the 
density of the vapour has reached a value which depends only 
on the temperature. 

■ in any way, as by the motion of a piston, the vessel be 
made larger, then more vapour will be fonned till the density 
is the same as before. If the piston be pushed in, and the 
vessel made smaller, some of the vapour is condensed into 
the liquid state, but the density of the remainder of the 
vapour still remains the same. 

If the remainder of the vessel, instead of containing 
nothing but the vapour of the liquid, contains any quantity 
ir or some other gas not capable of chemical action on 
the liquid, then exactly the same quantity of vapour will be 
formed, but the lime required for the vapour to reach the 
further parts of the vessel will be greater, as it has to 
diffuse itself through the air in the vessel by 9. kind of 
L percolation. 

These Ia.ns of e\-aporalion were d\scoveici\i'j DoiSRi 
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1 of tlie liquid into vapour requires i 
amount of ' latent heat ' which is generally much greater 
than the latent heat of fusion of tlie sarae substance. 

In all substances, the rfensity, pressure, and temperature 
are so connected that if we know any two of tliera the value 
of the third is determinate. Now in the case of vapours in 
contact with their own liquids or solids, there is for each 
I temperature a corresponding density, wliich is the greatest 
I density which the vapour can have at that temiierature, 
without being condensed into the liquid or solid form. 

Hence for each temperature there is also a maximum 
pressure which the vapour can exert. 

A vapour which is at the masimum density and pressure 
[ corresponding to its temperature is called a saiuraled vapour. 
L Jt is then just at the point of condensation, and the slightest 
L increase of pressure or decrease of temperature will cause 
I some of the vapour to be condensed. Professor Rankine 
fc restricts the use of the word vapour by itself to tlxe case of a 
1 saturated vapour, and when the vapour is not at the point of 
[condensation he calls it superheated vapour, or simply gas. 



When a liquid in an open vessel is heated to a tempera- 
I hire such that the pressure of its vapour at that tempera- 
I ture is greater than the pressure at a point in the inte: 
I of the liquid, the liquid will begin to evaporate at t 
I point, so that a bubble of vapour will be formed thi 
I This process, in which bubbles of vapour are formed in 
I* the interior of the liquid, is called boiling or ebullition. 

When water is heated in the ordinary way by applying 

leat to the bottom of a vessel, the lowest layer of the water 

p becomes hot first, and by its expansion it becomes lighter 

1 the colder water above, and gradually rises, so that a 

Mtle circulation of water is kept up, and the whole water 

lis gradually warmed, though the lowest iayet is a\wwj^ ■&* 

As the temperature increases, the a^iSOT^wC 
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1 which is generally found in ordinary water, is expelled, and 

I rises in small bubbles without noise. At last the t 

contact with the heated metal becomes so hot that, in spite 

of the pressure of the atmosphere on the surface of th 

water, the additional pressure due to the water in the 

vessel, and the cohesion of the water itself, some of the 

I water at the bottom is transformed into steam, forming a 

I bubble adhering to the bottom of the vessel. As soon as a 

I ibubble is formed, evaporation goes on rapidly from the water 

I all round it, so that it soon grows large, and rises from the 

'bottom. If the upper part of the water into which the 

bubble rises is still below the boiling temperature, the 

bubble is condensed, and its sides come together with a 

sharp rattling noise, called simmering. But the rise of the 

bubbles stirs the water about much more vigorously than 

the mere expansion of the water, so that the water is soon 

I heated throughout, and brought to the boil, and then the 

\ bubbles enlarge rapidly during their whole ascent, and 

I burst into the air, throwing the water about, and making 

the well-known softer and more rolling noise of boiling. 

' The steam, as it bursts out of the bubbles, is an invisible 

I gas, but when it comes into the colder aw it is cooled below 

\ its condensing point, and part of it is formed into a cloud 

consisting of small drops of water which float in the air. 

As the cloud of drops disperses itself and mixes with dry 

air the quantity of water in each cubic foot diminishes as 

I the volume of any part of the cloud increases. The little 

\ drops of water begin to evaporate as soon as there is suffi- 

I cient room for the vapour to be formed at the temperature 

lof the atmosphere, and so the cloud vanishes again into 

^lin air. 

■ The temperature to which water must be heated before it 
fcoils depends, in the first place, on the pressure of the 
■itmosphere, so that the greater the pressure, the higher the 
Boiling temperature. But the temperature requires to be 
fcftigtf above that at which tlie presisure ai ^^jaxa ia e^ual to 
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that of the atmosphere, for the pressure of the vapour has 
to overcome not only the pressure due to tlie atmosphere 
and a certain depth of water, but that cohesion between the 
parts of the water of which the effects are visible in the 
tenacity of bubbles and drops. Hence it is possible to 
heat water 20° F. above its boiling point without ebullition. 
If a small quantity of metal-filings are now thrown into the 
water, the vapour by forming itself against the angular 
surface of these filings gets an advantage over the cohesion 
of the water, and produces a violent boiling, almost amount- 
an explosion. 

current of steam from a boiler is passed into a vessel 
if cold water, we have first the condensation of steam, 
iccompanied with a very loud simmering noise, and a rapid 
heating of the water. When the water is sufficiently heated, 
the steam is not condensed, but escapes in bubbles, and 
the water is now boiling. If the boiler is at a high pres- 
sure, the steam from it will be at a temperature much above 
the boiling point in the open air, but in passing through 
:he water in the open vessel it will cause some of it to 
ivaporate, and when it issues from thenater the temperature 
ill be exactly that of the boiling point. For this reason, 
finding the boiling point of a thermometer the instru- 
lent should not be allowed to dip in the water, but should 
held in the steam. 

of a different kind, let us suppose that 
not pure, but contains some salt, such as 
or sulphate of soda, or any other substance 
Lch tends to combine with water, and from which the 
must separate before it can evaporate. Water con- 
,ing such substances in solution requires to be brought 
temperature higher than the boiling point of pure 
ter before it will boil. Water, on the other hand, con- 
ig air or carbonic acid, will boil at a lower temperature 
pure water till the gas is expelled, 
steam at 100° C. is passed into a vesse\ catiXaxMH^ a. 
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strong solution of ooe of t!ie sales we h3\'e meodoned, 
which has a tendency to combine with water, the conden- 
sation of the steam will be promoted by this tendency, 
and will go on even after the solution has been heated 
fat above the ordinary boiling point, so that by passing 
steam at loo" C. into a strong solution of nitrate of soda, 
Mr. Peter Spence ■ has heated it up to i3i°i C. 

The steam, however, which escapes, is still at loo" C. 

If water at a temperature below loo" C be placed in a 
vessel, and if by means of an air-pump we reduce the pres- 
sure of the air on the surface of the water, evaporation goes 
on and the surface of the water becomes colder than the 
interior parts. If we go on working the air-pump, the 
pressure ia reduced to that of vapour of the temperature of the 
interior of the fluid. The water then begins lo boil, exactly 
as in the ordinary way, and as it boils the temperature 
rapidly falls, the heat being expended in evaporating the 
water. 

This experiment may be performed without an air-pump 
in the following way : Boil water in a flask over a gas- 
flame or spirit-lamp, and while it is boiling briskly cork (he 
flask, and remove it from the flame. The boiling will soon 
cease, but if we now dash a little cold water over the flask, 
some of the steam in the upper part will be condensed, the 
pressure of the remainder will be diminished, and the water 
will begin to boil again. The experiment may be made 
more striking by plunging the flask entirely under cold 
water. The steam will be condensed as before, but the 
water, though it is cooled more rapidly than when the cold 
water was merely poured on the flask, retains its heat longer 
than the steam, and continues to boil for some time. 

^^^ ' TrsnsactiBtt! of Ikt British Association, i36g, p. 75. 
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ON THE GASEOUS STATE, 



The distinguishing property of gases is their power ( 
indefinite expansion. As the pressure is diminished th^ 
volume of the gas not only increases, but before the pressui 
has been reduced to zero the volume of the gas has becom 
greater than that of any vessel we can put it in. 

This is the property without which a substance cann!^ 
be called a gas, but it is found that actual gases fulfil i 

r less degrees of accuracy certain numerical lawi 
fcich are commonly referred to as the ' Gaseous Laws.' 

LAW OF BOYLE. 

V The first of these laws expresses the relation between ths 

ind the density of a gas, the temperature beini^ 

Constant, and is usually stated thus: 'The volume of* 

portion of gas varies inversely as the pressure.' 

This law was discovered by Robert Boyle, and publishec 

appendix to his ' New Experiments, 1 
^ysico-mechanical, Sac, touching the Spring of the Air.' 
iMariotte, about 1676, in his treatise ' De la Nature de 
p,lr,' enunciated the same law, and carefully verified it, and it 
merally referred to by Continental \vriters as Mario tte'Si" 

s law may also be stated thus : 
■The pressure of a gas is proportional to its density. 
KAnother statement of the same law has been proposed b 
tofessor Rankine, which I think places the law In 
T light. 

^ If we take a closed and exhausted vessel, and introdutsi 
) it one grain of air, this air will, as we know, exert t. 

a pressure on every square inch of the surface of the^ 
sseL If we now introduce a second grain of air, then this 
Mind grain will exert exactly the same pressure on the 
" aef ihe vessel that it would have exeitedit liie Sn^t^asa. 
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had not been there before it, so that the pressure will nww 
be doubled. Hence we may state, as the property of a 
perfect gas, that any portion of it exerts the same pressure 
against the sides of a vessel as if the other portions had not 
been there. 
Dalton extended this law to mixtures of gases of different 

We have already seen that if several different portions of 
the same gas are placed together in a vessel, the pressure on 
any part of the sides of the vessel is the sum of the pres- 
sures which each portion would exert if placed by itself in 
the vessel. 

Dalton's law asserts that the same is true for portions of 
different gases placed in the same vessel, and that the 
pressure of Che mixture is ihe sum of the pressures due to the 
several portions of gas, if introduced separately into the 
vessel and brought to the same temperature. 

This law of Dalton is sometimes stated as if portions of 
gas of different kinds behave to each other in a different 
manner frora portions of gas of the same kind, and we are 
told that when gases of different kinds are placed in the 
same vessel, each acts as if the other were a vacuum. 

This statement, properly understood, is correct, but it 
seems to convey the impression that if the gases had been 
of the same kind some other result would have happened, 
whereas there is no difference between the two cases. 

Another law established by Dalton is that the maximum 
density of a vapour in contact with its liquid is not affected 
by the presence of other gases. It has been shown by 
M. Regnault that when the vapour of the substance has a 
tendency to combine with the gas, the maximum density 
attainable by the vapour is somewhat increased. 

Before the time of Dalton it was supposed that the cause 
of evaporation was the tendency of water to combine with 
I air, and that the water was dissolved in the air just as salt is 
Lduu^f^is water. . 
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T)alton showed that the vapour of water is a gas, whidH 
just at the surface of the water has a certain maximunM 
density, and which will gradually diffuse itself through thin 
space above, whether filled with air or not, till, if the space i^| 
limited, the density of the vapour is a maximum throughou^H 
or, if the space is large enough, till the water is all dried up.fl 

The presence of air is so far from being essential to th^fl 
process that the more air there is, the slower it goes oi^fl 
because the vapour has to penetrate through the air by thjB 
slow process of diffusion. fl 

The phenomenon discovered by Regnault that the densi^M 
of vapour is slightly increased by the presence of a gan 
which has a tendency to combine with it, is the only instanc^M 
in which there is any truth in the doctrine of a liquid bein^f 
held in solution by a gas. fl 

The law of Boyle is not perfectly fulfilled by any actuaM 
gas. It is very nearly fulfilled by those gases which we aF^| 
not able to condense into liquids, and among other gases j M 
is most nearly fulfilled when their temperature is much abovjB 
their point of condensation. ^ 

When a gas is near its point of condensation its density 
increases more rapidly than the pressure. When it is 
actually at the point of condensation the slightest increase of 
pressure condenses the whole of it into a liquid, and in the, ■ 
liquid fomi the density increases very slowly with the^ 
pressure. ■ 

LAW OF CHARLES. ■ 

The second law of gases was discovered by Charles,' bii^| 
is commonly referred to as that of Gay-Lussac or of DaltonjW 
It may be stated thus : H 

' Pruressor of Thysics at the Conservatoire des Arts et Metiers, Pu)l^| 
Bom 1746. Died TS23. Celebrated ashaving lirst einployedhydiogC^I 
in balloons, ^| 

' Dalton, in iSo:, first published this law. Gay-Lussac publi.<ihedH 
it. in iSo2, LodepemleiUly of DallDjit In his me\no\i,^o>KV<^^ijH 
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The volume of a gas under constant pressure expands 
when raised from the freezing to the boiling temperature by 
the same fraction of itself, whatever be the nature of the gas. 

It has been found by the carefiil experiments of M, 
Regnault, M. Rudberg, Prof B. Stewart, and others that the 
volume of air at constant pressure expands from i to I "3665 
between 0° C, and 100° C. Hence 30 cubic inches of 
air at 0° C. would expand to about 41 cubic inches at 
100° C. 

If we admit the truth of Boyle's law at all temperatures, 
and if the law of Charles is found to be true for a particular 
pressure, say that of the atmosphere, then it is easy to show 
that the law of Charles must be true for every other pressure. 
For if we call the volume v and the pressure p, then we 
may call the product of the ntimerical value of the volume 
and pressure v p, and Boyle's law asserts that this pro- 
duct is constant, provided the temperature is constant If 
then we are further informed that when p has a ^vea 
value v is increased from 1 to i'3665 when the temperature 
rises from the freezing point to the boiling point, the product 
V p will be increased in the same proportion at that particular 
pressure. But v p we know by Boyle's law does not depend on 
the particular pressure, but remains the same for all pressures 
when the temperature remains the same. Hence, whatever 
be the pressure, the product v p will be increased in the 
proportion of i to i"3665 when the temperature rises from 
0= C. to 100° C. 

The law of the equality of the dilatation of gases, which, as 
y stated, applied only to the dilatation from 0° C. 
30° C., has been found to be true for all other tempera- 
\ for which it has hitherto been tested. 



de Chivdc, xHit. p. 157 [1802]), be states that Citizen Charles had 
I'emarkcd, liReen years before the r1a.te of his memoir, the equality of 
the dilatation of the principal gases ; but, as Charles never published 
—Qe^ ftsaJts, be had become aeiiutdnttd wiili Lhem by mere chance. 
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It appears, therefore, that gases are distinguished from 
other forms of matter, not only by iheir power of indefinite 
expansion so as to fill any vessel, however large, and by the 
great effect which Keat has in dilating them, but by the 
uniformity and simplicity of the laws which regulate these 
changes. In the solid and liquid states the effect of a 
given change of pressure or of temperature in changing the 
volume of the body is different for every different substance, 
On the other hand, if ive take equal volumes of any two 
gases, measured at the same temperature and pressure, 
their volumes ivill remain equal if we afterwards bring thera 
both to any other temperature and pressure, and this 
although the two gases differ altogether in chemical nature 
a.nd in density, provided they are both in the perfectly gaseous 
condition. 

This is only one of many remarkable properties which 
point out the gaseous state of matter as that in which its 
physical properties axe least complicated. 

In our description of the physical properties of bodies as 
related to beat we have begun with solid bodies, as those 
which we can most easily handle, and have gone on to 
liquids, which we can keep in open vessels, and have now 
conne to gases, which will escape from open vessels, and, 
which are generally invisible. This is the order which is 
most natural in our first study of these different states. But 
assoon as we have been made familiar with themost prominent 
features of these different conditions of matter, the most 
scientific course of study is in the reverse order, beginning 
with gases, on account of the greater simplicity of their laws, 
n advancing to liquids, the more complex laws of which 
I much more imperfectly known, and concluding with 
\ little that has been hitherto discovered about the con- 
Q of sohd bodies. 
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CHAPTER II. 



OR THE THEORY OF TEMPERATURE . 

Definition of Temperature. — The temperature of a body 
is its thermal stale considered with referenu to its power of 
commttnicating heat to other bodies. 

Definition of Higher and Lower Temperature. — If when 
two bodies are placed in thermal communicalion, orie of the 
bodies loses heat, and the other gains heat, that body whichgives 
out heat is said to have a higher temperature than that which 
receives heat from it. 

Cor. If when two bodies are placed in thermal communica- 
tion neither of them loses or gains heat, the two bodies are 
said to have equal temperatures or the same temperature. The 
tiuo bodies are then said to be in thermal equilibrium. We 
have here a means of comparing the temperature of any 
two bodies, so as to determine which has the higher 
temperature, and a test of the equality of temperature 
which is independent of the nature of the bodies tested. 
But we have no means of estimating numerically the differ- 
ence between two temperatures, so as to be able to assert 
that a certain temperature is exactly halfway between two 
other temperatures. 

Law of Equal Temperatures. — Bodies whose temperatures 

are equal to that of the same body have t/iemselves equal tern- 

' peralures. This law is not a truism, but expresses the fact 

that if a piece of iron when plunged into a vessel of water 

is in thermal equilibrium with the water, and if the same 

piece of iron, without altering its temperature, is transferred 

'■■ to a vessel of oil, and is found to be also in thermal equi- 

■ libdum with the oil, then if the oil and water were put 

\.mto the same vessel they would themselves be in thermal 
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equilibrium, and the same would be true of any other thi 
substances. 

This law, therefore, expresses much more thaa Euclid's' 
axiom that ' Things which are equal to the same thing are 
equal to one another," and is the foundation of the whole 
science of thermometry. For if we take a thermometer, 
such as we have akeady described, and bring it into in- 
timate contact with different bodies, by plunging it into 
liquids, or inserting it into holes made in solid bodies, we 
find that the mercury in the tube rises or falls till it has 
reached a certain point at which it remains stationary. We 
then know that the thermometer is neither becoming hotter 
nor colder, but is in thermal equilibrium with the surround- 
ing body. It follows from this, by the law of equal tem- 
peratures, that the temperature of the body is the same as 
that of the thermometer, and the temperature of the thermo- 
meter itself is known from the height at which the mer- 
cury stands in the tube. 

Hence the raiding, as it is called, of the thermometer — 
that is, the number of degrees indicated on the scale by the 
top of the mercury in the tube — informs us of the tem- 
perature of the surrounding substance, as well as of that of 
the mercury in the thermometer. In this way the thermo- 
meter may be used to compare the temperature of any 
two bodies at the same time or at different times, so as 
to ascertain whether the temperature of one of them is 
higher or lower than that of the other. We may compare 
in this way the temperatures of the air on different days ; 
we may ascertain that water boils at a lower temperature at 
" e top of a mountain than it does at the sea-shore, and that 

B melts at the same temperature in all parts of the world. 
T this purpose it would be necessary to carry the same 
moraeter to different places, and to preserve it with 
t care, for if it were destroyed and a new one 

I should have no certainty that the same temperatuic 
d by the sAme reading in the two thenaQmtA«i&. 
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Thus the observations of temperature recorcled diiiii^ 
iivteeii years by Rinieri ' at Florence lost their scientific 
value after the siippressioii of the Accademia del Cimento, 
and the supposed destmction of the thennometers witii 
which the observations were made. But when Antinori in 
1829 discovered a nutnber of the very thermometers used 
in the ancient observations, Libri^was able to compare them 
with Reaumur's scale, and thus to show that the climate of 
Florence has not been rendered sensibly colder i 
by the clearing of the woods of the Apennines, 

In the construction of artificial standards for the measure- 
nent of quantities of any kind it is deslraWe to have the 
Tieans of comparing the standards together, either directly, 
^r by means of some natural object or phenoraenon whicb 
s easily accessible and not liable to change. Both methods 
tre used in the preparation of thermometers. 

We have already noticed two natural phenomena which 
take place .it definite temperatures— the melting of ice and 
tlie boiling of water. The advantage of employing these 
temperatures Co determine two points on the scale of the 
thermometer was pointed out by Sir Isaac Newton (' Scala 
Graduum Caloris,' Phil. Trans. i7or). 

The first of these pwints of reference is commonly called 
the Freezing Point To determine it, the thermometer is 
placed in a vessel filled with pounded ice or snow thoroughly 
moistened with water. If the atmospheric temperature be 
above the freezing point, the melting of the ice will ensure 
the presence of water in the vessel. As long as every part 
of the vessel contains a mixture of water and ice its tem- 
perature remains uniform, for if heat enters the vessel it 
tn only melt some of the ice, and if heat escapes from 
le vessel some of the water will freeze, but the mixture can 
; made neither hotter nor colder [ill all the ice is melted 
U the water frozen, 

' I'upW o! CaJileo ; died 1647, 
*Aitiiaitide CAime it it Plisi 
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Tiie thermometer is completely immersed in the mixture 
of ice and water for a sufficient time, so that the roercury 
has time to reach its stationary point. The position of the 
lop of the mercury in the tube is 
then recorded by making a scratch ''"^ "" 

on the glass tube. We shall call 
this mark the Freezing Point It 
may be detennined in this way with 
extreme accuracy, for, as we shall 
see afterwards, the tMiiperature of 
melting ice is very nearly the same 
under very different pressures. 

The other point of reference is 
called the Boiling Point. The tem- 
perature at which water boils de- 
'pends on the pressure of the atmo- 
~ The greater the pressure o" 

fce air on the surface of the water, 
: higher is the temperature 
ich the water must be raised 
Before it begins to boil. 

) determine the Boiling Point, the stem of the thermo- 

leter is passed through a hole in the lid of a tall vessel, 

n the lower part of which water is made to boil briskly, so 

lat the whole of the upper part, where the thermometer is 

i filled with steam. When the thennometer has 

T/acquired the temperature of the current of steam the stem 

•'is drawn up through the hole in the lid of the vessel till the 

l^lop of the column of mercury becomes visible. A scratch 

n made on the tube to indicate the boiling point 

1 careful determinations of the boiling point no part of 

e thennometer is allowed to dip into the boiling water, 

Hise it has been found by Gay-Lussac that the temperature 

: water is not always the same, but that it boils at 

flt temperatures in different kinds of vessels. It b.-i=, 

%Aofm, however, by Rudberg that the tcm^Tavvae (A 
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the steam which escapes from boiling water is the same in 
every kind of vessel, and depends only on the pressure at 
the surface of the water. Hence the thermometer is not 
dipped in the water, but suspended in the issuing steam. To 
ensure that the temperature of the steam shall be the same 
when it reaches the thermometer as when it issues from the 
boiling water, the sides of the vessel are sometimes protected 
by what is called a steam-jacket A current of steam is 
made to play over the out- 
side of the sides of the 
vessel. The vessel is thus 
raised to the same tempe- 
rature as the steam itself, so 
that the steam cannot be 
cooled during its passage 
from the boiling water to 
the thermometer. 

For instance, if we take 
any tall narrow vessel, as 
a coffee-pot, and cover its mouth and part of its sides 
with a wider vessel turned upside down, taking care that 
there shall be plenty of room for the steam to escape, then 
if we boil a small quantily of water in the cotfee-pot, a thermo- 
meter placed in the steam above will be raised to the 
exact temperature of the boiling point of water corresponding 
to the state of the barometer at the time. 

To mark the level of the mercury on the tube of the 
thermometer without cooling it, we must draw it up through 
a cork or a plug of india-rubber in the steam-jacket through 
which the steam passes till we can just see the top of the 
column of mercury. A mark must then be scratched on the 
glass to register the boiling point. This experiment of 
exposing a tliermometer to the steam of boiling water is an 
important one, for it not only supplies a means of gradu- 
ating thermometers, and te.sting them when they have been 
gmduatcd, but, since the lempe[3.t.uie u which water boils 
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depeuds on the pressure of the air, we may determine thf 
pressure of the air by boiling water when we are not able 
measure it by means of the appropriate instrument, the 
barometer. 

We have now obtained two points of reference marked by 
scratches on the tube of the thermometer — the freezingpoint 
and the boiling point. We shall suppose for the present 
that when the boiling point was marked the barometer 
happened to indicate the standard pressure of 29905 
inches of mercury at 32" F. at the level of the sea in the 
latitude of London. In this case the boiling point is 
the standard boiling point. In any other case it must be 
corrected. 

Our ihennometer will now agree with any other properly 
constructed thermometer at these two temperatures. 

In order to indicate other temperatures, we must construct 
a scale — that is, a series of marks — either on the tube itself ot 
on a convenient part of the apparatus close to the tube anfl, 
well fastened to it. 

For this purpose, having settled what values we are to give 
to the freezing and the boiling points, we divide the space 
between those points into as many equal parls as there are 
degrees between them, and continue the series of equal divi- 
sions up and down the scale as far as the lube of the thermo- 
meter extends. 

Three different ways of doing this are still in use, and, 
as we often find temperatures stated according to a 
different scale from thai which we adopt ourselves, it is 
necessary to know the principles on which these scales are 
formed. 

The Centigrade scale was introduced by Celsius, 
the freezing point is marked 0° and called zero, and the 
boiling point is marked 100°. 
, The obvious simplicity of this mode of dividing thi 

n the points of reference into roo equal parts and] 
' Professoc of AiUonom/ in the Universitj of U yi3,\3.. 
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calling each of these a ilegree, and reckoning all lempeiatures 
in degrees from the freezing point, caused it to be veiy 
generally adopted, along with the French decimal system of 
measurement, by scientific men, especially on the Continent 
of Europe, ll is true thai the advantage of the decimal 
system is not so great in the measurement of temperatures as 
in other cases, as it merely makes it easier to remember the 
freezing and boiling temperatures, but the graduation is not 
too fine for the roughest purposes, while for accurate 
measurements the degrees may be subdivided into tenths and 
hundredths. 

The other two scales are called by the names of those who 
introduced them. 

Fahrenheit, of Dantzig, about 1714, first constructed 
thermometers comparable with each other. In Fahrenheit's 
scale the freezing point is marked 32°, and the boiling point 
sra", the space between being divided into 180 equal parts, 
and the graduation extended above and below the points of 
reference. A point 32 degrees below the freezing point is 
called zero, or 0°, and temperatures below this are indicated 
by the number of degrees below zero. 

This scale is very generally used in English-speaking 
countries for purposes of ordinary life, and also for those of 
science, though the Centigrade scale is coming into use 
among those who wish their results to be readily followed by 
foreigners. 

The only advantages which can be ascribed to Fahrenheit's 

scale, besides its early introduction, its general diffusion, and 

its actual employment by so many of our countrymen, are 

that mercury expands almost exactly one ten -thousandth of 

its volume at 142° F, for every degree of Fahrenheit's scale, 

L and that the coldest temperature which we can get by 

\ mixing snow and salt is near the zero of Fahrenheit's 

■ scale. 

I To cotnpare temperatures given in Fahrenheit's scale with 
l^ggntures ^iven in the Centigrade scale we have only to 
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iinember that o° Centigrade is 32" Fahrenheit, and that &v% 
degrees Centigrade are equal to nine of Fahrenheit 

The third thermometric scale is that of R&umur. 

,le the freezing point is marked 0° and tlie boiling poii]| 
re of any advantage of this scale. 

id to some extent on the Continent of Europe for medio 

id domestic purposes. Four degrees of Rdaumur c 
spond to five Centigrade and to nine of Fahrenheit. 

The existence of these three thermometric scales furnishes 
an example of the inconvenience of the want of uniformity in 
systems of raeasurement. The whole of what we have said 
about the comparison of the different scales might have 
been omitted if an-y one of these scales had been adopted by 
^1 who use thermometers. Instead of spending our time in 
Begcribiiig the arbitrary proposals of different men, we should 
RVe gone oji to investigate ihe laws of heat and the [>ro- 
Beities of bodies. 

■ We shall afterwards have occasion to use a scale difierUig 
bits zero-point from any of those we have considered, but 
Wien we do so we shall bring forward reasons for its adoption 
^^nding on the nature of things and not on the predilec- 
^» of men. 

B If two thermometers are constructed of the same kind of 
Hpss, with tubes of uniform bore, and are filled with the same 
H}iid and then graduated in the same way, Ihey may be con- 
Hered for ordinary purposes as comparable instruments; 
Hi that though they may never have been actually com- 
^ued together, yet in ascertaining the temperature of an^B 
Kng there will be very little difference whether we use tlioH 
W» thermometer or the other. fl 

^KBut if we desire great accuracy in the measuremeot ckH 
^■qierature, so that the observaEions made by differo^f 
^Wavers with different instruments may he strictly con^H 
^pable, the only satisfactory method is by agreeing tj^| 
^kiose one thermometer as a standard and comparing all tl^H 
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All thermometers ought to be made with tubes i 
uniform bore as can be found ; but for a standard thermometer 
the bore should be calibrated — that is to say, its size should be 
measured at short intervals all along its length. 

For this purpose, before the bulb is blown, a small quantity 

of mercury is introduced into the tube and moved along the 

tube by forcing air into the tube behind it This is done by 

1 squeezing the air out of a small india-rubber ball which is 

, (astencd to the end of the tube. 

If the length of the column of mercury remains exactly 
I the same as it passes along the tube, the bore of the lube 
,t I)e uniform ; but even in the best tubes there is always 
' some want of uniformity. , 

But if we introduce a short column of mercury into the 
I tube, then mark both ends of the column, and move it on its 
1 length, till one end comes exactly to the mark where 
\ the other end was originally, then mark the other end, and 
n again, we shall have a series of marks on the lube 
such that the capacity of the tube between any two consecu- 
tive marks will be the same, being equal to that of the 
column of mercurj'. 
By this method, which was invented by Gay-Lussac, a 
1 number of divisions may be marked on the tube, each of 
[ which contains the same volume, and though they will pro- 
■ t>ably not correspond to degrees when the lube is made up 
into a thermometer, it will be easy to convert the reading of 
' tliis instrument into degrees by multiplying it by a proper 
I factor, and in the use of a standard instrument this trouble is 
\ readily undertaken for the sake of accuracy. 

The tube having been prepared in this way, one end is 
healed till it is melted, and it is blown into a bulb by forcing 
air in at the other end of the tube. In order to avoid 
introducing moisture into the tube, this is done, not by the 
mouth, but by means of a hollow tndia-rubber hall, whid 
'»slened lo the end of the tube. 
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The tube of a thennomeier is generally so narrow thai 
mercury will not enter it, for a reason which we shall explain 
when we come to the properties of liquids. Hence the ■ 
following method is adopted to fill the thermometer, 
rolling paj>er round the open end of 
the tube, and making the lube thus ''""■ * 

formed project a little beyond the 
glass tube, a cavity is formed, into 
which a little mercury is poured. 
The mercury, however, will not run 

iwn the tube of the thermometer, 
ly because the bulb and lube are 
:ady full of air, and partly because 
the mercury requires a certain pres- 
sure from without to enter so narrow 
a lube. The bulb is therefore gently 
heated so as to cause the air to ea- 
pand, and some of the air escapes 
through the mercury. When the bulb 

lols, the pressure of the air in the 
becomes less than the pressure 

the air outside, and the difference 
these pressures is sufficient to 
make the mercury enter the tube, 
when it runs down and partially (ills 
the bulb. 

In order to get rid of the remainder of the air, and of any" 
moisture in the thermometer, the bulb is gradually heated 
till the mercury boils. The air and steam escape along 
with the vapour of mercury, and as the boiling continues the 
last renaains of air are expelled through the mwcury at the 
top of the tube. When the boiling ceases, the mercury runs 
back into the tube, which is thus perfectly filled with mercury. 

Whtie the thermometer is slill hotter than any temperature 
at which it will afterwards be used, and while the mercu.t^j « 
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its vapour completely fills it, a blowpipe flame is made to 
play on the top of the tube, so as to melt it and dose the end 
of the tube. The tube, thus dosed with its own substance, 
B said to be ' hermetically sealed.' ' 

There is now nothing in the tube but mercury, and when 
the mercury contracts so as lo leave a space above it, this 
space is either empty of all gross matter, or contains only 
the vapour of mercury. If, in spite of all our precautionH, 
there is still some air in the tube, this can easily be ascertjaned 
by inverting the thermometer and letting some of the Mer- 
cury ghde towards the end of the tube. If the instrument 
is perfect, it will reach the end of the tube and completely 
If there is air in the tube the air will fi»ra an elastic 
cushion, which will prevent the mercury from reaching the 
end of the tube, and will be seen in the form of a small 
hubbie. 

We have next to determine the freezing and boiling points, 
as has been already desi^ribed, but certain precautions have 
still to be observed. In the first place, glass is a substance 
in which internal changes go on for some time after it 
has been strongly heated, or exposed to intense forces. 
In, fact, glass is in some degree a plastic body. It is 
found that after a thermometer has been filled and sealed 
the capacity of the bulb iliminishes slightly, and that this 
change is comparatively rapid at first, and only gradually 
becomes insensible as the bulb approaches its ultimate con- 
dition. It causes the freezing point to rise in the tube to 
o°-3 or o^'S, and if, after the displacement of the zero, the 
mercury be again boiled, the zero returns to its old place 
and gradually rises again. 

This change of the zero-point was discovered by M. 
k-Flaugergues.' It may be considered complete in from four to 

'Prom Hermes or Mercury, ihe imagineil inventor of cheinislry.'— 
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SIX months.' In order to avoid the error which it would 
introduce into the scale, the instrument should, if possible, 
have its zero determined some months after it has been 
filled, and since even the determination of the boiling point 1 
of water produces a slight depression of the freezing point ■ 
(that is, an expansion of the bulb), the freezing point shoul^.M 
not be determined after the boiling point, but ralh^B 
before it. 

When the boiling point is determined, the barometer if 
probably not at the standard height The mark made c 
the thermometer must, in graduating it, be considered 1 
represent, not the standard boiling point, but the boihngi 
point corresponding to the observed height of the ba 
meter, which may be found from the tables. 

To construct a thermometer in this elaborate way is 
no means an easy task, and even when two therniometos tu 
been constructed with the utmost care, their readmgs ft 
points distant from the freezing and boiling points may n 
agree, on account of differences in the law of expansion c 
the glass of the two thermometers. These differences, hoi 
ever, are small, for all thermometers are made of the 
description of glass. 

But since the main object of thermometry is that i 
thermometers shall be strictly comparable, B 
meters are easily carried from one place to another, the 
best method of obtaining this object is by comparing all 
thermometers either directly or indirectly with a single 
standard thermometer. For this purpose, the thermomete: 
after being properly graduated, are all placed along witl 
standard thermometer in a vessel, the temperature of » 
can be maintained uniform for a considerable time. ] 
thermometer is then compared with the standard thermometer 

' Dr. Joule, however, finds that the rise of the freeiiiig point of jj 
delicate Ihermomeler has been going on for twenly-sii years, though 
Changes nre now e.tceeilingly minute. — Phil. Ssc, MaricAeslcr, Fell. 
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K table of corrections is made for each tliermometer 
by entering the reading of that thermometer, along with 
the correction which must be applied lo that reading to 
reduce it to the reading of the standard thermometer. 
This is called the proper correction for that reading. If 
it is positive it must be added to the reading, and if negative 
it must be subtracted from it 

By bringing the vessel to various temperatures, the cor- 
rections at these temperatures for each thermometer are 
ascertained, and the series of corrections belonging to each 
thermometer is made out and preseri'ed along with that 
ihermometer. 

Any thermometer may be sent to the Observatory at 
Kew, and will be returned with a list of corrections, by the 
application of which, obsen'ations made with that thermo- 
meter become strictly comparable with those made by the 
standard ihermometer at Kew, or with any other thermometer 
similarly corrected. The charge for making the comparison 
is very small compared vi-ith the expense of making an 
original standard thermometer, and the scientific value of 
observations made with a ihermometer thus compared is 
greater than that of obsen-arions made with the most elabo- 
rately prepared therroomeler which has not been compared 
ivith some existing and known sundard instrument. 

I have described al considerable length the processes by 
which the ihermometric scale is constructed, and those by 
which copies of it are multiplied, because the practical 
establishment of such a scale is an admirable instance of 
the method by which we must proceed in the scientific 
observarion of a phenomenon such as temperature, which, for 
the present, we regard rather as a quality, capable of greater 
or less intensity, than as a quantity which may be added lo 
or subtracted from other quantities of the same kind. 

V temperature, so far as we have yet gone in the scienre 

, is not considered as capable of being added to 

> as to Cona a iemv«iatuie which ' 
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the sum of its componenis. When we are able to attach » 
distinct meaning to such an operation, and detennine i 
result, our conception of temperature will be raised to thefl 
rank of a quantity. For the present, however, we must b 
content to regard temperature as a quality of bodies, and t 
satisfied to know that the temperatures of all bodies c 
referred to their proper places in the same scale. 

For instance, we have a right to say that the temperaturca'J 
of freezing and boiling differ by iSo" Fahrenheit ; 
have as yet no right to say that this difference is the sant^J 
as that between the temperatures 300° and 480° on tht 



same scale. Still les 



boiling, 
measure t 



e assert that a temperature of 
244" F. = 32''+2iz'' 
) the sum of the temperatures of freezing 3 
n the same way, if we had nothing by which n 
ue except the succession of our own thought^ 
we might be able to refer each event within 1 
perience to its proper chronological place in a series, bitt 
we should have no means of comparing the interval of timej 
between one pair of events with that between another pwrJ^ 
unless it happened that one of these pairs was incIuded^ 
within the other pair, in which case the interval between th^ 
first pair must be the smallest. It is only by observation e 
the uniform or periodic motions of bodies, and by ascertain*^ 
ing the conditions under which certain motions are alwajfl 
accomplished in the same time, that we have been enabled 
to measure time, first by days and years, as indicated b 
the heavenly motions, and then by hours, minutes, ; 
seconds, as indicated by the pendulums of our clocks, tilti 
we are now able, not only to calculate the time of vibratioil 
of different kinds of light, but to compare the lime of vibra- 
tion of a molecule of hydrogen set in motion by an electric 
discha:ge through a glass tube, with the time of vibratioa__^ 
of another molecule of hydrogen in the sun, forming | 
some great eruption of rosy clouds, and with the t' 
vibration of another molecule -in S\nus \'j\\vciY ' 
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our earth,' but has stnipi^ 
1 the body of that star frofii 



transmitted its vibrations t 
prevented vibrations arising 
reaching tis. 

In a subsequent chapter we shall consider the further 
progress of our knowledge of Temperature as a Quantity. 

ON TKE AIR THERMOMETER. 

The original tliermometer invented by Galileo was an 
ail thermometer. It consisted of a glass bulb with a long 
neck. The air in tlie bulb was heated, and then the neck 
was plunged into a coloured liquid. As the air in the bulb 
cooled, the liquid rose in the neck, and the higher the 
liquid the lower the temperature of the air in the bulb. 
By putting the bulb into the mouth of a patient, and noting 
the point to which the liqu^ was driven down in the tube, a 
physician might estimate whether the ailment was of the 
nature of a fever or not. Such a thermometer has several 
■obvious merits. It is easily constructed, and gives larger 
indicationsfor the same change of temperature than a thermo- 
imeter containing any liquid as the therraometric sub- 
stance. Besides this, the air requires less heat to warm it 
than an equal bulk of any liquid, so that the air thermo- 
meter is very rapid in its indications. The great incon- 
ivenience of the instrument as a means of measuring tem- 
perature is, that the height of the liquid in the tube depends 
on the pressure of the atmosphere as well as on the tem- 
perature of the air in the bulb. The air thermometer cannot 
therefore of itself tell us anytliing about temperature. We 
must consult the barometer at the same time, in order to 
correct the reading of the air thermometer. Hence the air 
thermometer, to be of any scientific value, must be used 
along with the barometer, and its readings are of no use 
1 after a process of calculation has been gone through. 
: puts it at a great disadvantage compared with the 
" I thermometer as a means ot ascettaTOm^ 
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tures. But if the researches on which we are engaged are 
of so imiwrtant a nature that we are willing to undergo the 
labour of double observations and numerous calculations, 
than the advantages of the air thermometer may again pre- 
ponderate. 

We have seen that in fijting a scak of temperature afteii 
marking on our thermometer two temperatures of reference 
and filling up the interval with equal divisions, two thermo- 
meters containing different liquids will not in general agrqe 
except at the temperatures of reference. 

If, on the other hand, we could secure a constant pressur^ 
in the air thermometer, then if we exchange the a 
other ga.s, all the readings will be exactly the same providecf 
the reading at one of the temperatures of reference is the 
same. It appears, therefore, that the scale of temperatures 
as indicated by an air thermometer has this advantage over 
the scale indicated by mercury or any other liquid or solid, j 
that whereas no two liquid or solid substances can be made \A 
agree in their expansion throughout the scale, all the 
agree with one atiother. In the absence of any bettt 
reasons for choosing a scale, the agreement of so manyS 
substances is a reason why the scale of temijeratures fur-T 
nished by the expansion of gases should be considered as ofl 
great scientific value. In the course of our study ' 
shall find that there are scientific reasons of a much higher 
order which enable us to fix on a scale of temperature^ 
based not on a probability of this kind, but on a more Intt 
mate knowledge of the properties of heat. This scale, s 
iar as it has been investigated, is found to agree very closelj3 
with that of the air thermometer. 

There is another reason, of a practical kind, in favour o 
the use of air as a therraometric substance, namely, that 
remains in the gaseous state at the lowest as well as 
highest temperatures which we can produce, and there arfl 
no indications in either case of its approaching to a change I 
Hfnce air, or o-as, of the permaneiit ^^se^ w 
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the greatest use in estimating temperatures lying ) 
of the temperatures of reference, such, for instance, 
freezing point of mercury or the melting point of silver. 

We shall consider the practical method of using w' as a 
thermomecric substance when we come to Gasometry. In 
the meantime let us consider the air thermometer in its 
simplest form, that of a long tube of uniform bore closed at 
one end, and containing air or some other gas which is 
separated from the outer air by a short column of mercury, 
Fin, 5, oil, or some other liquid which is 

AiK thkhmoheteh. capable of moving freely along the 
tube, while at the same lime it pre- 
vents all communication between the 
confined air and the atmosphere. 
We Shall also suppose that the pres- 
sure acting on the confined air is in 
some way maintained constant dur- 
ing the course of the experiments 
we are going to describe. 

The air thermometer is first sur- 

ine- '■ounded with ice and ice-cold water. 

Let us suppose that the upper surface 

«"■ of the air now stands at the point 

marked ' Freezing.' The thermometer 

is then surrounded with the steam 

ure. rising from water boiling under an 

atmosphericpressure of 19*905 inches 

of mercury. Let the surface of the 

enclosed air now stand at the point 

marked 'Boiling.' In this way, the 

two temperatures of reference are to 

be marked on the tube. 

To complete the scale of the 

Aennometer we must divide the distance between boiling and 

freezing into a selected number of equal parts, and cany 

^'s graduation up and down the tube b<ivo'cid the fccezinft 

'•'ling points with degrees of tVve sa.me\«n^. 
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Of course, if we carry the graduation far enough dowal 
the tube, we shall at last come to the bottom of the tube,,! 
What will be the reading at that point 1 and what is meant! 
by it! 

To determine the reading at the bottom of the tube is al 
very simple matter. We know that the distance of the- J 
freezing point from the bottom of the tube is to the distance T 
of the boiling point from the bottom in the proportion of 1 
I to I "3665, since this is the dilatation of air between the | 
freezing and the boiling temperatures. Hence it follows, by 
an easy arithmetical calculation, that if, as in Fahrenheit's 
scale, the freezing point is marked 32', and the boiling 
point 211°, the bottom of the tube must be marked 
~459°-i3. If, as in the Centigrade scale, the freezing point 
is marked 0°, and the boiling point 100°, the bottom of the 
tube will be marked — z72°-85. This, then, is the reading at 
the bottom of the scale. _ 

The other question, What is meant by this readinglH 
requires a more careful consideration. We have begun b}^| 
defining the measure of the temperature as the readin|^B 
of the scale of our thermometer when it is exposed to tha^f 
temperature. Now if the reading could be observed al th<^| 
bottom of the tube, it would imply that the volume of th^| 
air had been reduced to nothing. It is hardly necessary t^H 
say that we have no expectation of ever observing such ^H 
reading. If it were possible to abstract from a substance al|H 
the heat it contains, it would probably still remain w^k 
extended substance, and would occupy a certain volumC^I 
Such an abstraction of all its heat from a body has nevB^J 
b een effected, so that we know nothing about the tem^iS 
^Kiature which would be indicated by an air thermomete^S 
^Hf&ced in contact with a body absolutely devoid of heat,H 
^HSiis much we are sure of, however, that the reading wouIdi» 
^^B above — .-,59°'i3 F. 

^Hlt is exceedingly convenient, especially in dealing with 
^B|U\qDS relating to gases, to reckon tempeia,l\ues,ii<i\.&Cim 
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the freezing point, or from Fahrenheit's zero, but from the 
bottom of the tube of the air themioraeter. 

This point is then called the absolute zero of the air 
thermometer, and temperatures reckoned from it are called 
absolute temperatures. It is probable that the dilatation of 
a perfect gas is a little less than i'3665. If we suppose il 
i'366, then absolute zero will be —460° on Fahrenheit's 
scale, or —273°^ Centigrade. 

If we add 460° to the ordinary reading t 
scale, we shall obtain the absolute temperatur 
heit's degrees. 

If we add 273°^ to the Centigrade reading, w 
the absolute temperature in Centigrade degrees. 

We shall often have occasion to speak of absolute 
temperature by the air thermometer. When we do so we 
mean nothing more than what we have just said — namely, 
temperature reckoned from the bottom of the tube of the air 
thermometer. We assert nothing as to the state of a body 
deprived of all its heat, about which we have no experimental 
knowledge. 

One of the most important applications of the conception 
of absolute temperature is to simplify tlie expression of the 
two laws discovered respectively by Boyle and by Charles. 
The laws may be combined into the statement that the 
product of the volumt and pressure of any gas is proportional 
to the absolute temperattire. 

For instance, if we have to measure quantities of a gas by 
their volumes under various conditions as to temperature 
and pressure, we can reduce these volumes to what they 
would be at some standard temperature and pressure. 

Thus if V, p, T be the actual volume, pressure, and absolute 
temperature, and v„ the volume at the standard pressure Pm 

d the standard temperature t,,, then 
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If we have only to compare the relative quantities of the 
gas in ditferent measurements in the same series of experi- 
ments, we may suppose Pq ami t,, both unity, and use the 

quantity — - without always multiplying it liy - ? , which is 

a constant quantity.' 

The great scientific importance of the scale of temperature 
as determined by means of the air or gas thermometer arises 
from the fact, established by the experiments of Joule and 
Thomson, that the scale of temperature derived from the 
expansion of the more permanent gases is almost exactly the 
same as that founded upon purely thermodynamic considera- 
tions, which are independent of the peculiaj properties of the 
theraiome trie body. This agreement has been experimentally 
verified only within a range of temperature between 0° C. 
and 100° C. If, however, we accept the molecular theory of 
gases, the volume of a perfect gas ought to be exactly pro- 
portional to the absolute temperature on the thermodynamic 
scale, and it is probable that as the temperature rises the 
properties of real gases approximate to those of the theo- 
retically perfect gas. 

All the thermometers which we have considered have 
been constructed on the principle of measuring the expansion 
of a substance as the temperature rises. In certain cases it is 
convenient to estimate the temperature of a substance by the 
heal which it gives out as it cools to a standard temperature. 
Thus if a piece of platinum heated in a fiimace is dropped 
into water, we may form an estimate of the temperature of 
the furnace by the amount of heat communicated to the 
water. Some have supposed that this method of estimating 
temperatures is more scientific than that founded on expan- 
sion. It would be so if the saine quantity of heat always 
sed the same rise of temperature, whatever the original 
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temperature of the body. But the specific heat of most 
substances iocreases as the temperature rises, and i 

ases in different degrees for different substances, so that 

s method cannot furnish an absolute scale of temperature. 
It is only in the case of gases that the specific heat of a given 
nass of the substance remains the same at all temperatures. 

There are two methods of estimating temperature which 
are founded on the electrical properties of bodies. We 
cannot, within the limits of this treatise, enter into the 
theoiy of these methods, but must refer the student to works 
n electricity. One of these methods depends on the fact 
that in a conducting circuit formed of two different metals, 
if one of the junctions be warmer than the other, there will 

an electromotive force which will produce a current of 
electricity in the circuit, and this may be measured by 
means of a galvanometer. In this way very minute differences 
of temperature between the ends of a piece of metal may b 
detected. Thus if a piece of iron wire is soldered at both 
ends to a copper wire, and if one of the junctions is at a plat 
where we cannot introduce an ordinary thermometer, we may 
ascertain its temperature by placing the otliet junction in 
vessel of water and adjusting the temperature of the wat 
till no current passes. The temperature of the water will 
then be equal to that of the inaccessible junction. 

Electric currents excited by differences of temperature 
different parts of a metallic circuit are called therm o-electnc 
currents. An arrangement by which the electromotive forces 
arising from a number of junctions may be added together 
is called a thermopile, and is used in ex|jeriments on the 
heating effect of radiation, because it is more sensitive to 
changes of temperature caused by small quantities of heat 
than any other instrument. 

Professor Tait' has found that if /, and t^ denote the 
temperatures of the hot and cold junction of two metals, 

, < ^aJmeisrihc Ram! Socul}' oj E<liH_bitr^^*i^\^^J^ 
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the electromotive force of the circuit fonned by these twaj 
metals is I 

A ('. - ') [I - i ('. + '.)). I 

where A is a constant depending on the nature of the metals, I 
and T is a temperature also depending on the metals,. ■ 
such that when one junction is as much hotter than T as thej 
other is colder, no current is produced t may be called the J 
neutral temperature for the two metals. For copper andV 
iron it is about 284° C, 9 

The other method of estimating the temperature of a placaB 
at which we cannot set a thermometer is founded on th^^ 
increase of the electric resistance of metals as the tempe~J 
rature rises. This method has been successfully employeiJiB 
by Mr. Siemens.' Two coils of the same kind of finepIatinumH 
wire are prepared so as to have equal resistance. Theii^ 
ends are connected with long thick copper wires, so that thel 
coils may be placed if necessary a long way from the galvaj 
nometer. These copper terminals are also adjusted so as t^| 
be of the same resistance for both coils. The resistance d9 
the terminals should be small as compared with that of th^| 
coils. One of the coils is then sunk, say to the bottom ^xm 
the sea, and the other is placed in a vessel of water, tbf^ 
temperature of which is adjusted till the resistance of botl^ 
coils is the same. By ascertaining with a thermometer thtS 
temperature of the vessel of water, chat of the bottom of tbtffl 
sea may be deduced. ■ 

Mr. Siemens has found chat the resistance of the metaljM 
may be expressed by a formula of the form I 

R = a s/'T -(- /3 T + y, I 

where R is the resistance, t the absolute temperature, andl 
o /3 y coefficients. Of these n is the largest, and the re~l 
sistance depending on it increases as the square root of thdj 
absolute temperature, so that the resistance increases morfM 
slowly as the temperature rises. The second terra, /3 T, in 
^_ ' frmn^insi oj Iht Ri^'al Sccidyy April 17, ifi-jv. ^| 
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proportional to the temperature and may be attributed to 
the expansion of the substance. The third term is con- 
stant. 



CHAPTER III. 

CALORIMETRY. 



Having explained the principles of Thermometry, or the 
method of ascertaining temperatures, we are able to under- 
stand what we may call Calorimetry, or the method of 
measuring quantities of heat. 

^Vhen heat is applied to a body it produces effects of 
various kinds. In most cases it raises the temperature of 
the body ; it generally alters its volume or its pressure, and in 
certain cases it changes the state of the body from solid to 
liquid or from liquid to gaseous. 

Any effect of heat may be used as a means of measuring 
quantities of heat by applying the principle that when two 
equal portions of the same substance in the same state are 
acted on by heat in the same way so as to produce the 
same effect, then the quantities of heat are equal. 

We begin by choosing a standard body, and defining the 
standard effect of heat upon it. Thus we may choose a 
pound of ice at the freezing point as the standard body, and 
we may define as the unit of heat that quantity of heat which 
must be applied to this pound of ice to convert it into a 
pound of water still at the freezing point. This is an 
example of a certain change of state being used to define 
what is meant by a quantity of heat. This unit of heat was 
brought into actual use in the experiments of Lavoisier and 
Laplace. 

In this system a quantity of heat is measured by the 
number of pounds (or of grammes) of ice at the freezing 
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t which that quantit)- of heat would convert into watel 
at the freezing point. 

We might also empluy a different system of measurement 
by defining a quantity of heat as measured by the number of 
pounds of water at the boiling point which it would convert 
into steam at the same temperature. 

This method is frequently used in determining the amount 
of heat generated by the combustion of fuel. 

Neither of these methods requires the use of the thei 
meter. 

Another method, depending on the use of the thei 
meter, is to define as the unit of heat that quantity of hi 
which if applied to unit of mass {one pound or one grammt 
of water at some standard temperatuie (that of greatesti 
density, 39° F. or 4° C, or occasionally some temperati 
more convenient for laboratory work, such as 62° F. or r5°C.), 
will raise that water one degree (FaJirenheit or Centigrade) 
in temperature. 

According to this method a quantity of heat is measured 
by the quantity of water at a standard temperature which that 
^^uantity of heat would raise one degree. 
B All that is assumed in these methods of measuring heat is 
Mfc at if it takes a certain quantity of heat to produce a certain 
KtfFectononepoundof water ina certain state, then to produce 
Hgie same effect on another similar pound of water will 
Httquire as much heat, so that twice the quantity of heat 
B^ required for two pounds, three times for three pounds, 
^kd GO on. 

Wm We have no right to assume that because a unit of heat 
^nses a pound of water at %<f F. one degree, therefore two 
^Kiits of heat will raise the same pound two degrees ; for the 
^niantity of heat required to raise the water from 40° to 41° 
^nty be different from that which raised it from i^ to 4o''. 
^Btdeed, it has been found by experiment that more heat 
^■required to raise a pound of water one degree at high 
^^feiperatitres than at low ones. 
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But if we measure heat according lo either of the methods 
already described, either by the quantity of a particular kind 
of matter which it can change from one easily observed state 
to another without altering its temperature, or by the 
quantity of a particular kind of matter which it can rw'se 
from one gi\'en temperature to another given temperature, 
nay treat quantities of heat as mathematical quantities, 
and add or subtract them as we please. 

We have, however, in the first place to establish that the 
heat which by entering or leaving a body in any manner 
produces a given change in it is a quantity atrictly com- 
parable with that which melts a pound of ice, and differs 
from it only by being so many times greater or less. 

In other words, we have to show that heat of all kinds, 
whether coming from the hand, or hot water, or steam, or red- 
hot iron, or a flame, or the sun, or from any othei source, can 
be measured in the same way, and that the quantity of each 
required to effect any given change, to melt a pound of ice, 
to boil away a pound of water, or to warm the water from one 
temperature to another, is the same from whatever source ihe 
heat comes. 

To find whether these effects depend on anything except 
the quantity of heat received — for instance, if they depend in 
any way on the temperature of the source of heat— suppose 
two experiments tried. In the first a certain quantity of heat 
(say the heat emitted by a candle while an inch of candle is 
consumed) is applied directly to melt ice. In the second the 
same quantity of heat is applied to a piece of iron at the 
freezing point so as to warm it, and then the heated iron is 
placed in ice so as to melt a certain quantity of ice, while the 
iron itself is cooled to its original temperature. 

If the quantity of ice melted depends on the temperature 
of the source from whence the heat proceeds, or on any 
other circumstance than the quantity of the heat, the quan- 
tity melted will differ in these two cases ; for in the first the 
^^t-t^Oises directly fiovn an e3iceed\i%\'j ttav ^me, and in 
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the second the same quantity of heat comes from comparsR 
lively cool iron. 

It is found by experiment that no such difference existsj^ 
and therefore heat, considered with respect to its power o 
warming things and changing their state, is a quantity strictim 
capable of measurement, and not subject to any v 
in quality or in kind. 

Another principle, the truth of which is established by 
caloriraetrical experiments, is, that if a body in a given state 
is first heated so as to make it pass through a series of si 
defined- by the temperature and the volume of the t 
in each state, and if it is then allowed to cool so a 
pass in reverse order through eitactly the same serie 
states, then the quantity of heat which entered it during El 
heating process is equal to that which left it during th< 
cooling process. By those who regarded heat a: 
stance, and called it Caloric, this principle was regardef 
as self-evident, and was generally tacitly assumed. We shaj 
show, however, that though it is true a.'^ we have stated il 
yet, if the series of states during the process of heating U 
ditTerent from that during the process of cooling, the qu 
tities of heat absorbed and emitted may be different, 
fact heat may be generated or destroyed by certain pro 
cesses, and this shows that heat is not a substance, 
finding what it is produced from, and what it is reduced t 
we may hope to determine the nature of heat. 

In most of the cases in which we measure quantities < 
heal, the heat which we measure is passing out of ( 
into another, one of these bodies being the calorimetd 
itself. We assume that the quantity of heat which 1 
the one body is equal to that which the other receives, 
provided, ist, that neither body receives or parts with heat 
to any third body; and, andly, that no action takes plac 
among the bodies except the giving and receiving of b 

The truth of this assumption may be established i 
-perimentally by taking a number of bQd\es a.\ Ci\?i«t! 
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temperatures, and determining first the quanti^ of heat re- 
quired to be given to or taken from each separately to bring 
it to a certain standard temperature. If the bodies are 
now brought to their original temperatures, and allowed to 
exchange heat among themselves in any way, then the total 
quantity of heat required to be given to the system to bring 
it to the standard temperature will be found to be the same 
as that which would be deduced from the results in the first 




We now proceed to describe the experimental methods 
by which these results may be verified, and by which quanti- 
ties of heat in general may be measured. 

In some of the earlier experiments of Black on the heat 
required to melt ice and to boil water, the heat was applied 
by means of a flame, and as the supply of heat was assumed 
to be uniform, the quantities of heat supplied were inferret! 
to be proportional to the time during which the supply 
continued. A method of this kind is obviously very im- 
perfect, and in order to make it at all accurate would need 
numerous precautions and auxiliary investigarions with 
respect to the laws of the production of heat by the flame 
and its application to the body which is heated. Another 
method, also depending on the observation of time, is more 
worthy of confidence. U'e shall describe it under the name 
of tlie Method of Cooiin". 



ICE CALORIMETERS. 

Wilcke, a Swede, was the first who employed the melting 
of snow to measure the heat given off" by bodies in cooling. 
The principal difficulty in this method is to ensure that all 
the heat given off by the body is employed in melting tiie 
ice, and that no other heat reaches the ice so as to melt it, 
FT escapes from the water so as to freeze it. This condition 
, first fulfilled by the calorimeter of Laplace and La- 
er, of which the description is j;iven in the Memoirs of 



■pit) 




The Ice Calorimeter. 



French Academy of Sciences for 17S0. The instrament 
itself is preserved in the Conservatoire des Arts et Metiers 
at Paris. 

This apparatus, which 
afterwards received the 
of Calorimeter, con- 
sists of three vessels, one 
ithin another. 
The first or innermost 
isel, which we may call 
is intended to 
hold the body from which 
the heat to be measured 
escapes. It is made of 
thin sheet copper, so that 
the heat may readily pass 
into the second vessel. The 
second vessel, or calorimeter proper, entirely surrounds the 
first The lower part of the space between the two vessels is 
filled with broken ice at the freezing (or melting) point, and 
le firat vessel is then covered by means of a lid, which is 
vessel full of broken ice. When the ice melts in this 
iel, whether in the lower part or in the cover of the first 
:!, the water trickles down and passes through a drainer, 
ich prevents any ice from escaping, and so runs out into a 
catch it. The third vessel, which we may call 
ice jacket, enrirely surrounds the second, and is furnished, 
[e the second, with an upper lid to cover the second. Both 
[e vessel and the lid are full of broken ice at the freezing 
but the water formed by the melting of this ice is 
Led off to a vessel distinct from thai which contains the 
Iter from the calorimeter proper. 

Now, suppose that there is nothing in t!ie receiver, and 
It the temperature of the surrounding air is above the 
;zing point. Any heat which enters the outer vessel 
(gU some of the ice in the jacket, and will not pass opi. 
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and no ice will be melted in the caloriineter. As long as 
there is ice in the jacket and in the calorimeter the tem- 
perature of both will be the same, thai is, the freezing point, 
and therefore, by the law of equilibrium of heat, no heat 
will pass through the second vessel eitlier outwards or 
inwards. Hence, if any ice is melted in the calorimeter, 
the heat which melts it must come bom the receiver. 

Let us next suppose the receiver at the freezing tempera- 
ture ; let the two lids be carefully lifted oif for an instant, and 
a body at some higher temperature introduced into the re- 
ceiver ; then let the lids be quickly replaced. Heat will pass 
from the body through the sides of the receiver into the 
calorimeter, ice will be melted, and the body will be cooled, 
and this process will go on till the body is cooled to the 
freezing point, after which there will be no more ice 
melted. 

If we measure the water produced by the melting of the 
ice, we may estimate the quantity of heat which escapes 
from the body white it cools from its original temperature to 
the freezing point. The receiver is at the freezing point at 
the beginning and at the end of the operation, so that the 
heating and subsequent cooling of the receiver does not 
influence the result. 

Nothing can be more perfijct than the theory and design 
of this apparatus. It is worthy of Laplace and of T,avoisier, 
and in their hands it furnished good results. 

The chief inconvenience in using it arises from the fact 
that the water adheres to the broken ice instead of draining 
away from it completely, so that it is impossible to estimate 
accurately how much ice has really been melted. 

To avoid this source of uncertainly. Sir John Herscbel 
. proposed to fill the interstices of the ice with water at the 
I freezing point, and to estimate the quantity of ice melted by 
I the contraction which the volume of the whole undergoes, 
L since, as we shall afterwards see, the volume of the water is 
Kw tb^n thn.t of the ice from which it was formed. I am 



^Bfxperimental method. 
^K Bunsen,' independently, devised a calorimeter founded o 
^Bthe same principle, but in the use of which the source 
^B of error are eliminated, and the physical constants 
^B mined with a degree nf precision seldom before ati 
^B in researches of this kind. 

Bunsen's calorimeter, as devised by its author, Is a 
instrumenL The body which is to p,,. , 

kgive otf the heat which is to be 
measured is heated in a test-tube 
placed in a current of steam of 
known temperature. It is then 
dropped, as quickly as may be, into 
ihe test-tube t of the calorimeter, 
which contains water at 32° F. The 

Ibody sinks to the bottom and gives 
offbeat to the water. The heated water does not rise in the 
tube, for the effect of heat on water between 32° and 39° F, 
is to increase its density. It therefore remains surrounding 
the body at the bottom of the tube, and its heat can escape 
only by conduction either upwards through the water, or 
through the sides of the tube, which, being thin, afford a 
better channel. The tube is surrounded by ice at 31° in 
ihe caloiimeter, c, so that as soon as any part of the water 
in the tube is raised to a higher temj^rature, conduction 
takes place through the sides, and part of the ice is melted. 
This will go on till everything within the tube is again 
reduced to 32° F., and the whole quantity of ice melted by 
heat /rom ruUkin is an accurate measure of the heat which 
the healed body gives out as it cools to 32° F. 

To prevent any exchange of heat between the calorimeter 
C and surrounding bodies, it is placed in a vessel S filled with 
snow gathered when new fallen and free from smoke. This 
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sul>stance, unless the temperature of the rocm is below 32^, 
soon acquires and long maintains the temperature of 32° F. 
In preparing the calorimeter, it is filled with distilled water, 
from which every trace of air must be expelled by a careful 
process of boiling. If there is air in the water, the process 
of freezing expels it and produces bubbles of air, the volume 
of which introduces an error of measurement The lower 
part of the calorimeter contains mercury, and communicates 
with a bent tube also containing mercury. The upper part 
of this tube is bent horizontally, and is carefully calibrated 
and graduated. As the mercury and the vessel are always 
at the tcnii>erature 32° F., they are of constant volume, and 
any changes in the position of the mercury in the graduated 
ttibo arr due to the melting of ice in the calorimeter, and 
tho tonsaiuent dinunution of volume of the mass of ice and 
»atv'r in it. 

The tuotions of the extremity of the column of mercury 
\k\\% pivportional to the quantities of heat emitted from 
\W tv"!*t tube into the calorimeter, it is easy to see how 
v|U»u\t\liC5< v>f heat tnay In; comjxired. In fact, Bunsen has 
u\x^vlv* vUtjitav tv^rv dolcnninutions of the specific heat of those 
ivMV UK^tx^U* vuvh as indium, of which only a few grammes 
haw* Kv»^ v*t»uiiK\K 

IV |»u*^KUv the calorttueter for use, ice must be formed 
M» vhe v^vK^ui^ts^vei tvHuul the test'tut>e. For this purpose, 
tiyuvxv H \ U5\ex ^ a^ttvnt et akvhol coole<.i below 32° by a 
Hvv «'\h M»*\t"'e. u^ t^'^ ^'^^ the bottom of the test-tube and 
»' V *\^!\< "N vv'wv l:^ •v^'5i >*a^ the ^rejiter part of the water 
. . :k v<'o''•^^^\J ^^ ^vVJ^ ttvv.ct\ When the apparatus has 
' X » \ ' v^ t V. *'\'vJ^; ;*'^v ■" the \cs^l a?r raining snow, 
V - x; , V .^i .^ V \v *>4.< ^* jt^"^' K.. arivithe apparams 

v.. N N^ vv V <'V'<» '^M'M h'\v"*'ucc:s may be made 
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^^P :^iETHOD OF MIXTURE. 

^^LThe second calorimetric method is usually called the 
Hbethod of Mixture. This name is given to all the processes 
H^ which the quantity of heat which escapes from one hody 
is measured by the increase of temperature it produces in 
another body into which it escapes. The most perfect 
method of ensuring that all the heat which escapes from the 
one body passes into the other is to mix them, but in many 
cases to which the method is now applied this cannot be 
done. 

We shall illustrate this method by a few experiments, 
which can be performed by the student without any special 
apparatus. A few experiments of this kind actually per- 
formed by himself will give the student a more intelligent 
interest in the subject, and will give him a more lively faith 
in the exactness and uniformity of nature, and in the inac- 
curacy and uncertainly of our observations, than any reading 
K books, or even witnessing elaborate experiments performed 
professed men of science. 
I shall suppose the student to have a thermometer, the 
ib of which he can immerse in the liquids of which the 
temperature is to be measured, and I shall suppose the 
graduation of the thermometer to be that of Fahrenheit, as 
it is the most common in this country. 

To compare the effects of heat on water and on lead, take 
a strip of sheet lead, weighing, say, one pound, and roll it 
into the form of a loose spiral, so that when it is dropped 
into water the water may play round every part of it freely. 

Take a vessel of a convenient shape, such that the roll of 
lead when placed in the vessel will be well covered with a 
pound of water. 

Hang up the lead by a fine string and dip it in a saucepan 
of boiling water, and continue to boil it till il \a x\\ciTQ'i^\-j 
■■--■- While this is going on weigh out a pouniX o 
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water in your vessel, and ascertain its teiaperatare wi& 
the thermometer. Then lift the roll of lead out of the 
boiling water, hold it iti the steam till the water k drained 
off, aad immerse it as quickly as possible in the cold water 
in the vessel. By means of the string you ntay stir it about in 
the water so as to bring it in contact with new portions of the 
water, and to prevent it from giving its heat directly to the 
sides of the vessel. 

From time to time observe the temperature of the water 
as indicated by the the rnio meter. In a few minutes the 
tctnperature of the water will cease to rise, and the experi- 
ment may tht-n be stojiped and the calculation begun. 

I shall suppose (for the sake of fixing our ideas) that the 
temperature of the water before the hot lead was put in was 
37° F,, and that the final temperature, when the lead ceased 
to impart heat to the water, was 6z° F. If we take as our 
unit of heat that quantity of heat which would raise a pound 
of water at 60° F. one degree, we have here five units of heat 
imparted to the water by the lead. 

Since the lead was for some time in boiling water, and 
was afterwards held in the steam, we may assume its original 
temperature to be 2 1 2° {this, however, should be tested by the 
thermometer). During the experiment the lead cooled 150" — 
from 212° to 62° — and gave out, as we have seen, five units 
of heat to the water. Hence the difference of the heat of a 
pound of lead at 212° and at 62° is five units ; or the same 
quantity of heat which will heat a jiound of water five degrees 
from S7° to 62° will heat a pound of lead 150 degrees from 
6a° to 2 12°. If we assume, what is nearly though not , 
exactly true, that the quantity of heat required to heat the 
lead is the same for each degree of rise of temperature, then 
we might say that to raise a pound of lead five degrees 
requires only one thirtieth part of the heat required to raise 
a pound of water five degrees. 

We have thus made a comparison of the effects of heat on 
J^d and on water. WehaMeiovmdxIna.L the samequaoti^ .■ 
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of heat would raise a pound of lead through thirty 
many degrees as it would raise a pound of water, and we 
have inferred that to produce any moderate change of 
temperature on a pound of lead requires one-thiitieth of the 
heat required to produce the same change on an equal weigl 
of water. 

This comparison is expressed in scientific language by 
saying that the capacity of lead for heat is one-tliirtieth of 
that of an equal weight of water. 

Water is generally taken as a standard substance with 
which other substances are compared, and the fact which we 
have stated above is expressed in a still more concise manner 
by saying that the specific heat of lead is ^. 

The fact that when equal weights of quicksilver and water 
mixed together the resulting temperature is not the mean of 

le temperatures of the ingredients was known to Boerhaave 
■and Fahrenheit Dr. Black, however, was the first to explain 
this phenomenon and many others by the doctrine which he 
established, that the effect of the same quantity of heat in 
raising the temperature of the body depends not only on the 
amount of matter in the body, but on the kind of matter of 
which it is formed. Dr. Irvine, Black's pupil and assistant, 
gave to this property of bodies the name of Capacity for 
Heat The expression Specific Heat was afterwards intro- 
duced by Gadolin, of Abo, in 1784. 

I think we shall secure accuracy, along with the greatest 

mfomuty to established custom, by defining thi 
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DEFINITION OF THE CAPACITY OF A BODY. 



capacity of a body for heat is the number of units of 
' rtquired to raise that body otu degree of temperature. 
"; may speak of the capacity for heat of a particular 
, such as a copper vessel, in which case the capacity 
ads on the weight as well as on the kind of matter- 
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The capacity of a particular thing is dten expressed hj 
stating the quantity of water which has die same capacity. 

We may also speak of the capacity for heat of a substance, 
such as copper, in which case we refer to unit of mass of the 
substance. 

DEFIXrriON OF SPECIFIC HEAT. 

The Specific Heat of a body is the ratio of the quantity of 
heat refuirei to raise that body one degree to the quantity 
required to raise an equal weight of water one degree. 

The specific heat therefcNre is a ratio of two quantities of 
the same kind, and is expressed by the same number, what- 
ever be the units employed by the observer, and whatever 
thermometric scale he adopts. 

It is very important to bear in mind that these phrases 
mean neither more nor less than what is stated in these defi- 
nitions. 

Irvine, who contributed gready to establish the faxX that 
the quantity of heat which enters or leaves a body depends 
on its capacity for heat multiphed by the number of d^;rees 
through which its temperature rises or falls, went on to 
assume that the whole quantity of heat in a body is equal to 
its capacity multiplied by the total temperature of the body, 
reckoned from a point which he called the absolute zero. 
This is equivalent to the assumption that the capacity of the 
body remains the same fiom the given temperature down- 
wards to this absolute zero. The truth of such an assump- 
tion could never be j roved by experiment, and its falsehood 
i> e^ifsily efitablished by showing that the specific heat of 
ruo>\ liquid and solid substances is different at different 
temj^eratures. 

The If suits which Irvine, and others long after him, 
' •: ']ij' c'l by ca]cul.-5tJons founded on this assumption are not 
T/Jy of tjo value, but are shown to be so by their incon- 
nM^TiCy viih each other. 

' ^m to the consideratioii of the experiment 
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with the lead and water, in order to show bow it can be 
made more accurate by attending to all the circumstances of 
ihe case. I have purposely avoided doing so at first, as my 
object was to illustrate the meaning of ' Specific Heal.' 

In the former description of the experiment it was 
assumed, not only that all the heat which escapes from the 
lead enters the water in ihe vessel, but that il remains in 
the water till the conclusion of the experiment, when the 
temperatures of the lead and water have become equalised. 
The latter part of this assumption cannot be quite true, 
for the water must be contained in a vessel of some kind, 
and must communicate some of its heat to this vessel, and 
also must lose heat at its upper surface by evaporation, &c. 
If we could form the vessel of a perfect non-conductor of 
heat, this loss of heat from the water would not occur; but 
no substance of which a vessel can be formed can be con- 
sidered even approximately a non-conductor of heat; and if 
we use a vessel which is merely a slow conductor of heat, it is 
very difficult, even by the most elaborate calculations, to 
determine how much heat is taken up by the vessel itself 
during the experiment. 

A better plan is to use a vessel which is a very good 

»nductor of heat, but of which the capacity for heat ib 

all, such as a thin copper or silver vessel, and to prevent 

i vessel from parting rapidly with its heat by polishing 

i outer surface, and not allowing it to touch any large 

J of metal, but rather giving it slender supports and 

Maciog it within a metal vessel having its inner surface 

shed. 

In this way we shall ensure that the heat shall be quickly 
distributed between the water and the vessel, and may con- 
ider their temperatures at all times nearly equal, while the 
KlOss of heat from the vessel wil! take place slowly and at a 
K'JEate which may be calculated when we know the temperature 
If the vessel and of the air outside. 
. For this purpose, if we intended to make a vetj e\a.\iQ^a.\a 
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experiment, we should in the first place deteimine the 
capacity for heat of the vessel by a separate experiment, and 
then we should put into the vessel about a pound of warm 
water and determine its temperature from minute to minute, 
while at the same time we observe with another thermometer 
the temperatm'e of the air in the room. In this way we should 
obtain a set of observations from which we might deduce the 
rate of cooling for ditferent temperatures, and compute the 
rate of cooling when the vessel is one, two, three, &c, 
degrees hotter than the air; and then, knowing the tempe- 
rature of the vessel at various stages of the experiment for 
finding the specific heat of lead, we should be able to calcu- 
late the loss of heat from the vessel due to the cooling during 
the continuance of the experiment. 

But a much simpler method of getting rid of these diffi- 
culties is by the method of making two experiments — the first 
with the lead which we have described, and the second with 
hot water, in which we endeavour to make the circumstances 
which cause the loss of heat as similar as we can to those in 
the case of the lead. 

For instance, if we suppose that the specific gravity of lead 
is about eleven times that of water, if instead of a pound of 
lead we use one-eleventh of a pound of water, the bulk of the 
water will be the same as that of the lead, and the depth of 
the water in the vessel will be equally increased by the lead 
and the water. 

If we also suppose that the specific heat of lead is one- 
thirtieth of that of water, then the heat given out by a pound 
of lead in cooling 150" will be equal to the heat given out 
by one-eleventh of a pound of water in cooling s 5° 

Hence, if we take one-eleventh of a pound of water at 55° 
above 62°, that is at 117°, and pour it into the vessel with 
the water as before at 57°, we may expect that the level of 
the water will rise as much as when the hot lead was put in, 
a,Dd that the temperature will also rise to about the same 
udggrea. The only difference between the experiment^ as 
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far as tlie loss of heat is concerned, is, that the warm water 
will raise the temperature of the cold water in a much 
shorter time than the hot lead did, so that if we observe the 
temperature at the same time after the mixture 
cases, the loss by cooling will be greater with the warm 
than with the hot lead. 

In this way we may get rid of the chief part of the 
culty of many experiments of comparison. Instead of 
making one experiment, in wliich the cooling of the lead 
compared with the heating of the water and the vessel, 
including an unknown loss of heat from the outside of the 
vessel, we make two experiments, in which the heating 
of the vessel and the total loss of heat shall be as nearly ai 
possible the same, but in which the heat is furnished 
one case by hot lead, and in the other by warm 
The student may compare this method with the method 
double weighing invented by Pfere Amiot, but commonly 
known as Borda's method, in which first the body to be 
weighed, and then the weights, are placed in the same scale, 
and weighed against the same counterpoise. 

We shall illustrate this method by finding the effect of steam, 
in heating water, and comparing it with that of hot watei. 
_Take a kettle, and make the lid tight with a little flour ai«}j 
(rater, and adapt a short india-rubber tube to the spout, am 
)r glass nozzle to the tube. Make the water in the ket 
I, and when the steam comes freely through the 
) it in cold water, and you will satisfy yourself that tl 
i rapidly condensed, every bubble of steam as 
iaes collapsing with a sharp rattling noise. 
P-Having made yourself familiar with the general nature 
; experiment of the condensation of steam, you may 
Md to measure the heat given out to the water. For 
s purpose, put some cold water in your vessel, say about 
ree-quarters of a pound. Weigh the vessel and water 
efully, and observe the temperature of the water ; [hen, 
g the atcBJit .flows /reely from the homXc, ccmicase. aeam 
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a the water for a short time, and remoi 



e the nozzle ; observe 
in its vessel again, 



l.ooo grams 



like the first 
of liot water 



the temperature and weigh the water 
taking note of the time of the experiment. 

Let us suppose tJie original weight 
Weight iifter the condensation of stean 
Hence the weight of steam condenEied 
Tempcratnre of waler at first 
Temperature at the end of experiment 
Rise of temperature . 

Let US now make a second experiment, 
as we can, only diiFering from it by the us 
instead of steam to produce the rise of temperature. 

It is impossible in practice to ensure that everything shall 
be exactly the same, but after a few trials we may select a 
method which will nearly, if not quite, fulfil the conditions. 

Thus it is easy to bring the vessel and cold water to the 
same weight as before, namely, 5,000 grains ; but we shall 
suppose the temperature now to be 56° F, instead of 55°. 
Weoowpourin water at 176° F. gradually, so as to make this 
experiment last about as long as the first, and we find that 
the temperature is now 76", and the weight 6,oc!o grains. 
Hence 1,000 grains of water cooling loo" raise the vessri 
and its contents 32". 

Assuming that the specific heat of water is the same at 
all temperatures, which is nearly, though by no means 
exactly, true, the quantity of- heat given out by the water 
in the second experiment is equal to what would raise 
100,000 grains of water one degree. 

In the experiment with the steam the temperatures were 
nearly though not exactly equal, but the rise of temperature 
was greater in the proportion of 33 to 20. Hence we may 
conclude that the quantity of heat which produced this 
heating effect in the experiment with steam was greater than 
e experiment with water in the same proportion. This 
:s the heat given out by the steam equal to that which 
s tiOfOSM f^xca& of waWi one &«£%«. 
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^^ft This was done by the condensation and subsequent 
^Bpaling of loo grains of steam. Let us begin with the heat 
^Pgiven out by the loo grains of water at 212° F., into which 
^^the steam is condensed. It is cooled from 



1 

ent 1 



ant of heat which 
; degree. But the 
e is an amount of 
water one degree, 
ondensation of the 



135°, and gives out therefore an arao 

would raise 13,500 grains of water om 

whole effect was no, 000,50 that ther 

heat which would raise 96,500 grains of 

which must be given out during the c 

steam, and before the cooling begins. Hence each grain 

of steam in condensing gives out as much heat as would 

raise 965 grains of water 1° F. or 536 grains 1° Cent!- 

The fact that steam at the boiling point gives out a large 
quantity of heat when it is condensed into water which is 
still at the same temperjture, and the converse fact that in 
order to convert water at the boiling temperature into steam 
of the same temperature a large quantity of heat must 
be communicated to it, was first dearly established by 
Black in 1757. 

He expressed it by saying that the latent heat of steam 
is 965° F., and this form of expression is still in use, and 
we should take it to mean neither more nor less than what 

e have just stated. 
L Black, however, and many of his followers, supposed heat 
I be a substance which when it makes a thing hot is 
EQsible, but which when it is not perceived by the hand 
t the thermometer still exists in the body in a latent or 
Jncealed state. Black supposed that the difference between 
g water and steam is, that steam contains a great deal 
ore caloric than the hot water, so that it may be con- 
Biet^ a compound of water and caloric ; but, since this 
Iditional caloric produces no effect on the temperature, 
^t lurks concealed in the steam ready to appear when it is 

jndensed, he called this part of the heat latent heat. 
i'ln considering the scientific value of Black's diacovM^ «t- 




■ ^2 

^V latei 
^B fact 
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latent heat, and of his mode of expressing it, 
recollect that Black himself in 1754 was the discoverer of the 
fact that the bubbles formed when marble is put into an add 
con sist of a real substance different from air, which, when free, 
is similar to air in appearance, but when fixed may exist in 
liquids and in solids. This substance, which we now call 
carbonic acid, Black called fixed air, and this was the first 
gaseous body distinctly recognised as such. Other airs or 
gases were afterwards discovered, and the impulse given to 
chemistry was so great, on account of the extension of the 
science to these attenuated bodies, that most philosophers 
of the time were of opinion that heat, light, electricity, and 
magnetism, if not the vital force itself, would sooner or later 
be added to the list. Observing, however, that the gases 
could be weighed, while the presence of these other agents 
could not be detected by the balance, those who admitted 
them to the rank of substances called them imponderable 
substances, and sometimes, on account of their mobility, 
imponderable fluids. 

The analogy between the free and fixed states of carbonic 
add and the sensible and latent states of heat encouraged 
the growth of materialistic phrases as applied to heat ; and 
it is evident that the same way of thinking led electridans to 
the notion of disguised or dissimulated electricity, a notion 
which survives even yet, and which is not so easily stripped 
of its erroneous connotation as the phrase ' latent heat' 

It is worthy of remark that Cavendish, though one of the 
greatest chemical discoverers of his time, would not accept 
ihe phrase 'latent heat.' He prefers to speak of the 
generation of heat when steam is condensed, a phrase 
inconsistent with the notion that heat is matter, and 
objects to Black's term as relating 'to an hypothesis 
depending on the supposition that the heat of bodies is 
owing to their containing more or less of a substani 
called the matter of heat ; and, as I think Sir Isaac Newton's 
nmoii that heat consists in the interna! motion of 
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Latent Heat. 

particles of bodies much the most probable, I chose to u 
the expression. " heat is generated." ' ' 

We shall not now be in danger of any t 
latent heat as an expressior 
than this : 

Definition. — Latent heat is the quantity of heat which\ 
\ust be communicated to a body in a given state i 

eoaveri it into another state without charting its tempi 



^nel 



We here recognise the fact that heat when applied I 
body may act in two ways — by changing its state, or by 
raising its temperature — and that in certain cases it may act 
by changing the state without increasing the temperature. 

The most important cases in which heat is thus employed 



:. The conversion of solids into liquids. This is called 
lelting or fusion. In the reverse process of freezing or 
solidification heat must be allowed to escape from the body 
to an equal amount 

I. The conversion of liquids (or solids) into the g 

ite. This is called evaporation, and its reverse condense 

fj. When a gas expands, in order to maintain the tei^ 
rature constant, heat must be communicated to it, i 
lis, when properly defined, may be called the latent heat of] 
IcpaDsion. 

1.4. There are many chemical changes during which heati^l 
Ineiated or disappears. 
^In all these cases the quantity of heat which enters o! 
ives the body may be measured, and in order to expreS 
! result of this measurement in a convenient form, fl 
y call it the latent heat required for a given change in fl 

IVe must carefully remember that all that we know abot 
talis what occurs when it passes from one body to anothdi 
y^Phii, Trans. 178J, qaolcd by Forbes. Bis^etUtionVl. Encyc. ^ 
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and that we must not assume that after heat has entered 
a substance it exists in tlie form of heat within that 
substance. That we have no right to make such an 
assumption will be abundantly shown by the demonstration 
that heat may be transformed into and may be produced 
from something which is not heat 

Regnaulfs method of passing large quantities of the 
substance through the calorimeter will be described in 
treating of the properties of gases, and the Method ol 
Cooling will be considered in the chapter on Radiation. 



CHAPTER IV. 

LLEMENTAKY DVNAMIC.4L PRINCIPLES. 

In the first part of this treatise we have confined ourselves 
to the explanation of the method of ascertaining the tem- 
perature of bodies, which we call thermometry, and the 
method of measuring the quantity of heat which enters or 
leaves a body, and this we call calorimetry. Both of these 
are required in order to study the effects of heat upon bodies; 
but we cannot complete this study without making measure- 
ments of a mechanical kind, because heat and mechanical 
force may act on the same body, and the actual result 
depends on both actions, I propose, therefore, to recall to 
the student's memory some of those dynamical principles 
which he ought to bring with him to the study of heat, and 
which are necessary when he passes from purely thermal 
phenomena, such as wa have considered, to phenomena in- 
volving pressure, expansion, &c., and which will enable him 
afterwards to proceed to the study of thermodynamics 
proper, in which the relations of thermal phenomena among 
res are deduced from purely dynamical principles. 
The most important step in the progress of evcfj 
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science is the measurerneat of quantities. Those whose 
curiosity is satisfied with observing what happens have 
occasionally done service by directing the attention of others 
to the phenomena they have seen ; but it is to those who 
endeavour to find out liow much there is of anything that 
we owe all the great advances in our knowledge. 

Thus every science has some instrument of precision, 
which may be taken as a material type of that science which 
it has advanced, by enabling observers to express their 
results as measured quantities. In astronomy we have 
the divided circle, in chemistry the balance, in heat the 
thermometer, while the whole system of civilised life may 
be fitly symbolised by a foot rule, a set of weights, and a 
dock. I shall, therefore, make a few remarks on the 
measurement of quantities. 

Every quantity is expressed by a phrase consisting of two 
components, one of these being the name of a number, and 
the other the name of a thing of the same kind as the 
quantity to be expressed, but of a cerLiin magnitude agreed 
on among men as a standard or unit. 

Thus we speak of two days, of forty- eight hours. 

Each of these eitpressions has a numerical part and a 
denominational part, the numerical part being a number, 
whole or fractional, and the denominational part being the 
name of ihe thing, which is to be taken as many times as is 
indicated by the number. 

If the numerical part is the number one, then the quantity 
is the standard quantity itself, as when we say one pound, 
or one inch, or one day. A quantity of which the numerical 
part is unity is called a unit. When the numerical part is 
some other number, the quantity is still said to be referred to, 
or to be expressed in terms of that quantity which would be 

I ted if the number were one, and which is called the 
all cases the unit is a quantity of the same kind as 
tiiy which is expressed by means of it. 
many cases several units of the same kind aift ia 
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as miles, yards, feet, and inches, as measures of length ;cuWc- 
yards, gallons, and fluid ounces, as measures of capacity; 
besides the endless variety of units which have been adopted 
by different nations, and by different districts and different 
trades in the same nation. 

When a quantity given in terms of one unit has to be ex- 
pressed io terms of another, we find the number of times 
the second unit is contained in the first, and multiply this 
by the given number. 

Hence the numerical part of the expression of the same 
quantity varies inversely as the unit in which it is to be ex- 
pressed, as in the example, two days and forty-eight hours, 
which mean the same thing. 

There are many quantities which can be defined in terms 
of standard quantities of a different kind. In this case we 
make use of derived units. For instance, as soon as we 
have fixed on a measure of length, we may define by means 
of it not only all lengths, but also the area of any surface, 
and the content of any space. For this purpose, if the fool 
is the unit of length, we construct, by Euclid I. 46, a square 
whose side is a foot, and express all areas in terms of this 
square foot, and by constructing a cube whose edge is 
a foot we have defined a cubic foot as a unit of capacity. 

We also express velocities in miles an hour, or feet in a 
second, &c 

In fact, all quantities with which we have to do in dynamics 
may be expressed in terms of units derived by definition from 
the three fundamental units — of Length, Mass, and Time. 



) OF LENGTH. 

It is so important to mankind that these units should be 
well defined that in all civilised nations they are defined by 
the State with reference lo material standards, which are pre- 
served with the utmost care. For instance, in this country 
enacted by ParUament ' ' that the straight line or 
' 18 4 19 Vict, c 1%, July 30, 1855. 



Units of Length 

jetwecn the cenlres of the tratisveree I 
two gold plugs in the bronze bar deposited in the office 
of the Exchequer shall be the genuine standard yard 
at 6i° F., and if lost it shall be replaced by means of its 

The authorised copies here cefened to are those which are 
preserved at the Royal Mint, the Royal Society of London, 
the Royal Observatory a! Greenwich, and the New Palace J 
at Westminster. Other copies have been made with grea 
care, and with these all measures of length i 

The length of the Parliamentary standard was chosen si 
as to be as nearly as possible equal to that of the besli 
standard yafds formerly used in England. The State, there- * 
fore, endeavoured to maintain the standard of its ancient 
magnitude, and by its authority it has defined the actual 
magnitude of this standard with all the precision of which 
modern science is capable. 

The metre derives its authority as a standard from a 
of the French Republic in 1795. 

It is defined to be the distance between the ends of a 
of platinum made by Borda,' the rod being at the tempera 
ture of melting ice. This distance was chosen withoii 
reference to any former measures used in 
intended to be a universal and not a national i 
was derived from Delambre and Mechain's measurement c 
the size of the earth. The distance measured along tha 
earth's surface from the pole to the equator is nearly t 
million of mfetres. If, however, in the progress of geodesy, \ 
different result should be obtained from that of DelambW^ 
the m&tre will not be altered, but the new result will be 
expressed in the old metres. The authorised standard of 
length is therefore not the terrestrial globe, but Borda's 



EUitre conforme \ la lol du iS Germinal, au III. Present^ li 
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pladnmn rod, niiicli is mucb more likely to be accurately 
measured. 

The value of the FreiKii system of measures does not 
depend so mudi on the absolute valu» of the units adopted 
as on the iaxx that aU the units of the same kind are 
connected together by a decimal system of multiplication 
and division, so that the whole S3rstem, under the name of 
the metrical system, is rapidly gaining ground even in 
countries where the old national system has been carefully 
defined. 

The metre is 39*37079 British inches. 

STANDARD OF MASS. 

By tlie Act above cited a weight of platinum marked 
* P. S. 1844, I lb./ deposited in the office of the Ebcchequer, 
' shall be the legal and genuine standard measure of weight, 
and shall be and be denominated the Imperial Standard 
Pound Avoirdupois, and shall be deemed to be the only 
standard measure of weight from which all other weights and 
other measures having reference to weight shall be derived, 
computed, and ascertained, and one equal seven thousandth 
part of such p>ound avoirdupois shall be a grain, and five 
thousand seven hundred and sixty such grains shall be and 
be deemed to be a pound troy. If at any time hereafter the 
said Imperial Standard Pound Avoirdupois be lost or in any 
manner destroyed, defaced, or otherwise injured, the Com- 
missioners of Her Majesty's Treasury may cause the same to 
be restored by reference to or adoption of any of the copies 
aforesaid,' or such of them as may remain available for that 
purpose.' 

The construction of this standard was entrusted to Pro- 
fessor W. H. Miller, who has given an account of the 
methods employed in a paper,* which may be here referred 
to as a model of scientific accuracy. 

> In the same places as the Standards of Length. 
» MiS, Trans. 1856, p. 7 $3. 
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The French standard of mass is the Kilogramme des 
Archives, made of pTaCinum by Borda, and is intended to 
represent the mass of a cubic diJcimttre of distilled water 
at the temperature 4° C. 

The actual determination of the density of water- is an 
operation which requires great care, and the diiferences 
between the results obtained by the most skilful observers, 
though small, are a thousand times greater than the differ- 
ences of tlie results of a comparison of standards by weighing 
them. The differences of the values of the density of water 
^ found by careful observers are as much as a thousandth 
t of the whole, whereas the method of weighing admits 
D accuracy of within one part in five millions. 
[ Hence the French standards, though originally formed 
1 represent certain natural quantities, must be now con- 
|dered as arbitrary standards, of which copies are to be 
1 by direct comparison. The French or metric system 
'& the advantage of a uniform application of the decimal 
is also in many cases convenient to remember 
a cubic m&tre of water is a tonne, a cubic d^cimfetre a 
kilogramme, a cubic centimetre a gramme, and a cubic 
millimetre a milligramme, the water being at its maximum 
density or at about 4° C. 

In 1826 the British standard of mass was defined by 
saying that a cubic inch of water at 62° F. contains zsz'458 
grabs, and though this is no longer a legal definition, we 
may take it as a rough statement of a fact, that a cubic inch 
of water weighs about 2$^'^ grains, a cubic foot about i,ooo 
ounces avoirdupois, and a cubic yard about three-quarters of 
a ton. Of these estimates the second is the furthest from _ 
e truth. 

rofessor Miller has compared the British and Frend 
bdanls, and finds the Kilogramme des Archives equal tl 
2-34874 grains, 
u these legal definitions it will be seen that what | 
gaily called a standard of weight is a certain jigj 
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platinum — that is, a particular body the quantity of matteriQ 
which is taken and defined by the State to be a pound or a 
kilogramme. 

The weight strictly so called — that is, the tendency of this 
body to move downwards — is not invariable, for it depends 
on die part of the world where it is placed, its weight being 
greater at the poles than at the equator, and greater at the 
level of the sea than at the top of a mountain. 

What is really invariable is the quantity of matter in the 
body, or what is called in scientific language the mass of the 
body, and even in commercial transactions what is generally 
aimed at in weighing goods is to estimate the quantity of 
matter, and not to determine the force with which they tend 
downwards. 

In fact, the only occasions in common life in which it is 
required to estimate weight considered as a force is when we 
have to detennine the strength required to lift or cany 
things, or when we have to make a structure strong enough 
to support their weight In all other cases the word weight 
must be understood to mean the quantity of llu thing as 
determined by the process of weighing against 'standard 
i.rights,' 

As a. great deal of confusion prevails on this subject in 
oixiinary language, and still greater confusion has been 
introduced into books on mechanics by the notion that a 
pound is a certain force, instead of being, as we have seen, a 
certain piece of platinum, or a piece of any other kind of 
matter equal in mass to the piece of platinum, I have 
thought it worth while to spend some time in defining 
accurately what is meant by a pound and a kilogramme, 

ON THE UNIT OF TIME. 

All nations derive their measines of time from the 
apparent motions of the heavenly bodies. The motion of 
rotation of the earth about its axis is verj' nearly indeed 
uniform, and the measure of time in which one day is equ^ 



Unit of Time. 

to tlie time of revolution of the earth ahout its axis, or mori 
exactly to the interval between successive transits of the fire 
point of Aries, is used by astronomers under the name o 
sidereal time. 

Solar time is that which is given by a sun-dial, and t 
not uniform, A uniform measure of time, agreeing witl 
solar time in the long run, is called mean solar time, and i 
that which is given by a correct clock. A solar day is longcT-J 
than a sidereal day. In all physical researches mean solat; J 
time is employed, and one second is generally taken as thel 
unit of time. 

The evidence upon which we form the conclusion t 
two different portions of time are or are not equal can o 
be appreciated by those who have mastered the prindpleaS 
of dynamical reasoning. I can only here assert that the J 
comparison, for example, of the length of a day at present J 
with the length of a day 3,000 years ago is by nc 
an unfruitful enquiry, and that the relative length of thesa 
.'lays may be determined to within a small fraction of a 
second. This shows that time, though we conceive i 
merely as the succession of our states of consciousness, 1 
capable of measurement, independently, not only of ouri 
mental states, but of any particular phenomenon whatever. 



In the measurement of quantities differing in kind fi-oirt 
the three units, we may either adopt a new unit independenll™ 
for each new quantity, or we may endeavour to define 
of the proper kind from the fundamental units. In the iatlei 
case we are said to use a system of units. For instance, ilj 
we have adopted the foot as a unit of length, the syslematicl 
unit of capacity is the cubic foot. 

The gallon, which is a legal measure in this country, is 
ftnaystematic considered as a measure <£. ca.'^^v^, 9% Vk« ■ 
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contains the awkward number of 377'274 cubic inches. The 
gallon, however, is never tested by a direct measurement of 
its cubic contents, but by the condition that it must coulain 
ten pounds of water at 62" F. 

Definition of Densitv.— 7"A; density of a body is 
measured by tlie number of units of mass in unit of volume 
of the stibstance. 

For instance, if the foot and the pound be taken as 
fundamental units, then the density of anything js the 
number of pounds in a cubic foot. The density of water 
is about 62-5 pounds to the cubic foot. In the metric 
system, the density of water is one tonne to the stfere, one 
kilogramme to the litre, one gramme to the cubic cenii- 
nifetre, and one milligramme to the cubic millimetre. 

We shall soraetimes have to use the word rarity, to 
signify the uiverse of density, that is, the volume of unit of 
mass of a substance. 

Definition of Specific Gravity. — The specific gravity 
of a body is the ratio of its density to that of some standard 
substance, generally water. 

Since the specific gravity of a body is the ratio of two 
things of the same kind, it is a numerical quantity, and has 
the same value, whatever national units are employed by 
those who determine it. Thus, if we say that the specific 
gravity of mercury is about I3"S> we state that mercury 
is about thirteen and a half times heavier than an equal bulk 
of water, and this fact is independent of the way in which 
we measure either the mass or the volume of the liquids. 

Definition of "Uniform Velocity. — The velocity of a 
body moving uniformly is measured by the number of units of 
length travelled over in unit of time. 

Thus we speak of a velocity of so many feet or metres 
per second. 

Definition of Momentum. — Themomentum of a body is 
I measured by the product of the velocity of the body into l&e 
r^ units of mass in the tfod^. 



Measurement of Force. S3 

Definition of Force. — Force is whatever changes or 
V to change the motion of a body by aUering either Us direc- 
r its magnitude; and a force acting on a body is measurai 
t the momentum it produces in its own direction in unit 

For instance, the weight of a pound acting on the pound 
itself at London would, if it acted for a second, produce a 
velocity of about 3z'i88g feet per second in the mass itself, 
which is one pound. Hence, in the British system the weight 
^of one pound at London is sz'iSSg British units of force. 
In Palis the weight of a gramme allowed to fall freely 
for one second would generate in the grarame a velocity of 
^■8oS68 mfetres per second, so that the weight of a gramme 
t Paris is 9'8o368 metrical units offeree. 

s so convenient, especially when all our experiments 
are conducted in the same place, to express forces in terms 
* of the weight of a pound or a gramme, that in all countries 
the first measurements of forces were made in this way, and 
a force was described as a force of so many pounds' weight 
or grammes' weight. It was onlyafter the measurements of 
Wbrces made by persons in different parts of the world had 
no be compared that it was found that the weight of a 
K^und or a gramme is different in different places, and 
Kepends on the intensity of gravitation, or the attraction of 
Mile earth; so lliat for purposes of accurate comparison all 
Bbrces must be reduced to absolute or dynamical measm'e 
His explained above. We shall distinguish the measure by 
■tomparison with weight as the gravitation measure of force. 
Hto reduce forces expressed in gravitation measure to abso- 
lute measure, we must nmltiply the number denoting tiie 
Hnce in gravitation measure by the value of the force of 
H^vity expressed in the same metrical system. The value 
^B the force of gravity is a very important number in ali 
^Bentific calculations, and It is generally denoted by the 
^Kter g. The quantity g may be defined in any of the 
^BUmwig ways, which axt all equivalent : 
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g ii a number expresnrig the velocity produced in a falling 
body in unit of time, 

gis a number expressing twice the distance thrmigh •which a 
body falls in unit of time. 

g is a number expressing the weight of unit of mass in 
absolute measure. 

The value of g is generally determined at any place by 
experiments witli the peodulum. ITiese experiments re- 
quire great care, and the description of them does not 
belong to our present subject. The value of g may be 
found with sufficient accuracy for the present slate of science 
by means of the foimula, 

^- = {1-00025659^03 2X} {i - ('--7)7] 

In this formula, G is the force of gravity at llic mean ie\el 
of the sea in latitude 45° : 

G = 32-1703 feet, or 9'SoS33 metres. 
X is the latitude of the place. The formula shows that the 
force of gravity at the level of the sea increases from the 
equator to the poles. The last factor of the formula is 
intended to represent the effect of the height of the place of 
observation above the level of the sea in diminishing the 
force of gravity. If the observations were carried on in a 
balloon, or on the top of a tower, the force of gravity would 
vary, according to Newton's law, inversely as the square of 
the distance from t!ie centre of the earth, but since observa- 
tions are usually made on or near the surface of a part of 
the earth which is above the level of the sea, the effect of 
the attraction of the ground which is raised above the sea- 
level must be taken into account. This is done by a 
method investigated by Poisson,' and expressed in the last 
[ ' factor of the above formula. 

The symbol p represents the mean density of the whole 
, which is probably about 5^ times that of water, p' 
' Tnit^ lit Mhaniqac, V. i\. i;. 6ig, 



Weight. 

represents the mean density of the ground just below thffl^ 
place of observation, which may be taken at about 2^9 
times the density of water, so that we may wtits 



=: I '32 nearly. 



^B is the height of the place above the level of thi 
^BkI or mi;tres, and r is the ratlius of the earth ; 

■ 1 



as t 

^%e; 



^0,886,852 feet, or 6,366,198 mfetres. 
For rough purposes it is sufficient to remember that ifl 
Britain the force of gravity is about 12-2 feet, and in France 
about 9-8 mfetres. 

The reason why, in all accurate measurements, we have 
to take account of the variation of the force of gravity il 
different places is, that the absolute value of any force, si 
the pressure of air of a given density and temperatui 
lepends entirely on the properties of air, and not 
le force of gravity at the place of observation. 
Tefore, this pressure has been observed in gravilatiosj 
leasure, that is, in pounds on the square inch, or in in 
of mercury, or in any way in which the weight of s 
substance is made to furnish the measure of the pressure, thei; 
Jhe results so obtained will be true only as long as theJ 
of gravity is the same, and will not be true without 
ction at a place in a different latitude from the place of 
vation. Hence the use of reducing all measures of 
to absolute measure. 

a rude age, before the invention of means for 

:oining friction, the weight of bodies formed the chief 

le to setting lliem in motion. It was only after 

progress had been made in the art of throwing 

lies, and in the use of wheel- carriages and floating 

that men's minds became practically impressed 

idea of mass as distinguished from weight Ac- 

f, while almost all the metaphysici; 

qualides 0/ matter assigned a ■piommetA'^AaEtV* 1 
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weight among tjie primarj- qualities, few or none of them 
perceived that the sole unalterable property of matter is its 
mass. At the revival of science this property was expressed 
by the phrase ' the inertia of matter ; ' but while the men of 
science understood by tliis term, the tendency of the body 
to persevere in its statt of motion {or rest), and considered 
it a measurable quantity, tliose philosophers who were un- 
acquainted with science understood inertia in its literal 
sense as a quality— mere want of activity or laziness. 

Even to this day those who are not practically familiar 
with the free motion of large masses, though they all admit 
the truth of dynamical principles, yet feel little repugnance 
in accepting the theory known as Boscovich's — that sub- 
stances are composed of a system of points, which are 
mere centres of force, attracting or repelling each other. It 
is probable tliat many qualities of bodies might be explained 
on this supposition, but no arrangement of centres of force, 
however complicated, could account for the fact that a body 
requires a certain force to produce in it a certain change 
of motion, which fact we express by saying that the body 
has a certain measurable mass. No part of this mass can 
be due to the existence of the supposed centres of force. 

I therefore recommend to the student that he should 
impress his mind with the idea of mass by a few experiments, 
such as setting in motion a grindstone or a well-balanced 
wheel, and then endeavouring to stop it, twirling a long 
pole, &c., till he comes to associate a set of acts and sensa- 
tions with the scientific doctrines of dynamics, and he will 
never afterwards be in any danger of loose ideas on these 
subjects. He should also read Faraday's essay on Mental 
Inertia,' which will iraiiress him with the proper meta- 
phorical use of tlie phrase to express, not laziness, but 
habitude. 

' Life, by Dr. Bence Jones, vol. i. p. sC 




ON WORK ANT) ENERGY. 

f Work is done when resistance is overcome, and the quantity 
f work done is measured by the product of the resisting.T 
: and the distance through wliich that force is ov 

come. 

Thus, if a body whose mass is one pound is lifted one 

foot high in opposition to the force of gravity, a certain 

amount of work is done, and this quantity is known among 
^engineers as a foot-pound. 

H If a body whose mass is twenty pounds is lifted ten feet, 
^feis might be done by taking one ofthc pounds and raising it 
^Wst one foot and then another till it had risen ten feet, and 
^BLen doing the same with each of the remaining pounds, so 
^nat the quantity of work called a foot-pound is performed 
^Mo times in raising twenty pounds ten feet. Hence the 
Hnrk done in lifting a body is found by multiplying the weight 
^K the body in pounds by the heigiit in feet Tiie result 
^H the work in foot-pounds. 

^B The foot-pound is a grarit\ition measure, depending on 
^Bw force of gravity at the place. To reduce it to absolute 
^Keasure we must multiply the number of foot-pounds by the 
^Brce of gravity at the place. 

^H The work done when we raise a heavy body is done in 
^fcercoming the attraction of the earth. Work is also done 
^■ben we draw asunder two magnets which attract each 
^B^er, when we draw out an elastic cord, when we compress 
^Bti and, in general, when we apply force to anything which 
^Boves in the direction of the force. 

^K There is one case of the application of force to a moving 
^^udy which is of great importance, namely, when the force 
^Bemployed in changing the velocity of the body. 
^■Suppose a body whose mass is m (m pounds or m granmies) 
^B be moving in a certain direction with a velocity which 
^H^lull call V, and !et a force, which we sUaU ca.\.\. ?,\)a 
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applied to the body in the direction of its motion. Let us 
consider the effect of this force acting on the body for a 
very small tiine T, during which the body moves through 
the spate j, and at the end of ivhich its velocity is v'. 

To ascertain the magnitude of the force f, let us consider 
the momentum which it produces in the body, and the time 
during which tlie momentum is produced. 

The momentum of the beginning of the time t was mp, 
and at the end of the time t it was iav\ so that the momentum 
produced by the force f acting for the time t is mp'— \iv. 

But since forces are measured by the momentum produced 
in unit of time, the momentum produced by f in one unit 
of time is F, and the momentum produced by f in t units c! 
time is ft. Since the two values are equal, 

FT = M{w' — 7'}. 

Tliis is one form of the fundamental equation of dynamics. 
If we define the impulse of a force as the average value o! 
t'le force multiplied by the time during which it acts, then 
this equation may be expressed in words by saying that 
the impulse of a force is equal to the momentuitl produced 
by it. 

We have next to find s, the space described by the body 
during the time t. If the velocity had been unifonn, the 
space described would have been the product of the time 
by the velocity. When the velocity is not uniform the time 
must be multiplied by the mean or average velocity to get 
the space described. In both these cases in which average 
force or average velocity is mentioned, the time is sup- 
posed to be subdivided into a number of equal parts, and 
the average is taken of the force or of the velocity for aU these 
divisions of the time. In the present case, in which the 
time considered is so small that the change of velocity is also 
small, the average velocity during the time T may be taken 

\ as the arithmcticnl mean of the velocities at the beginning 

tgMf it the ead of the time, or ^(i' + v'). 
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Hence the space described is 

.-«!. + .Ot. 

This may be considered as a kinematical equation, % 
it depends on the nature of motion only, and not on that 
of the moving body. 

If we multiply together these two equations we get 
FTJ = Jm(:''*— i/'Jt; 
and if we divide by t we find 

YS = ^nv'^ — ^Mv''. 
Now Fi is the work done by the force f acting on lh< 
body while it moves in the direction of F through a space s; 
If we also denote ^mv\ the mass of the body multiplied by i 
half the square of its velocity, by the expression /&; khutie^ 
ena-gy of the body, then ^mj'" will be the kinetic 
after the action of tlie force f through a space s. 

We may now express the equation in words by saying 
that the work done by the force f in setting the body i 
motion is measured by the increase of kinetic energy duringj 
the lime that the force acts. 

We have proved that this is true when the interval of tim 
duringwhich the force acts is so small that we mayconside^ 
the mean velocity dunng that time as equal to the arithme-J 
tical mean of the velocities at the beginning and end of if 
lime. This assumption, which is exactly true when thaj 
t force is unifoim, is approximately true in every casi 
' e time considered is small enough. 
By dividing the whole rime of action of the force ini(d 
all parts, and proving that in each of these the work dond 
I the force is equal to the increase of kinetic energy of theTl 
t may, by adding die different portions of the work 
3 the different increments of energy, anive at the result 
t the total work done by the force is equal to the total 

ase of kinetic energy. 
[f the force acts on the body in the direction opposite to 
^jon, the kinetic energy of the body rnVWit ivtavti'islMA. 
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instead of increased, and the force, instead of doing work on 
the body, will be a resistance which the botly in its motion 
Hence a moving body can do work in over- 
coming resistance as long as it is in motion, and the work 
done by the moving body is equal to the diminution of its 
kinetic energy, till, when the body is brought to rest, the 
whole work it has done is equal to the whole kinetic energy 
which it had at first. 

see the appropriateness of the name kinetic 
energy, which we have hitherto used merely as a name for 
the product ^m?''. For tlie energy of a body may be 
defined as the capacity which it has of doing work, and is 
red by the quantity of work which it can do. The 
kinetic energy of a body is the energy which it has in 
virtue of being in mollon, and we have just shown that its 
value may be found by multiplying the mass of tlie body by 
half the square of the velocity. 

In our investigation we have, for the sake of simplicit}-, 
supposed the force to act in the same direction as the 
motion. To make the proof perfectly general, as it is given 
1 treatises on dynamics, we have only to resolve the actual 
force into two parts, one in the direction of the motion and 
the other at right angles to it, and to observe that the part 
at right angles to the motion can neither do any work on the 
body nor change the velocity or the kinetic energy, so that 
the whole effect, whether of work or of alteration of kinetic 
energy, depends on the part of the force which is in the 
iirection of the motion. 

The student, if not familiar with this subject, should refer 
o some treatise on dynamics, and comjiare the investigation 
there given with the outline of the reasoning given above. 
Our object at present is to fix in our minds what is meant 
by Work and Energj'. 

; great importance of giving a name to the quantity 
we call Kinetic Energy seems to have been first recog- 
ty ieiiiuitz, who gave to ihe pTodMtt oC the mass 
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the siuare of tlie velocity the name of Vis Viva. This 
twice the kinetic energy, 

Newton, in a scholium to liis Third Law of Motion, has 
stated the relation between work and kinetic energy in a 
manner so perfect that it cannot be improved, but at the 
same time with so little apparent effort or desire to attract 
attention that no one seems to have been struck with the 
great importance of the passage till it was pointed out 
recently by Thomson and Tail. 

The use of the term Energy, in a scientific sense, to express 
the quantity of work a body can do, was introduced by Dr. 
Young (' Lectures on Natural Philosophy,' Lecture VIII.). 

The energy of a system of bodies acting on one another 
witii forces depending on their relative positions is due partly 
to their motion, and partly to their relative position. 

That part which is due to their motion was called Actual 
Energy by Eankine, and Kinetic Energy by Thomson and 
Tait. 

That part which is due to their relative position depends 
upon the work which the various forces would do if the 
bodies were to yield to the action of these forces. This is 
called the Sum of the Tensions by Helmholtz, in his cele- 
brated memoir on the ' Conservation of Force.' ' Thomsor. 
eaUed it Statical Energy, and Ranktne introduced the term 
Potential Energy, a very felicitous name, since it not only 
signifies the energy which the system has not in possession, 
but only has the power to acquire, but it also indicates that 
it is to be found from what is called (on other grounds) the 
Potential Function. 

Thus when a heavy body has been lifted to a certain 

height above the earth's surface, die system of two bodies, it 

and the eartli, have potential energy equal to the work 

■ which would be done if the heavy body were allowed to 

cend till it is stopped by the surface of the earth. 

f the body were allowed to fall freely, it would acquii 
1, 1847. Trnnslaled in Taylor'a Scientific ilfemoirs, 
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nd the kinetic energy acquired would be exactly 



equal to the potential energy lost in the s: 

It is proved in treatises on dynamics that if, in any system 
of bodies, the force which acts between any two bodies is in 
the line joining them, and depends only on their distance, 
and not on the way in which they are moving at the time, 
then if no other forces act on the system, the sum of the 
potential and kinetic energy of all the bodies of the system 
will always remain the same. 

This principle is called the Principle of the Conservation 
of Energy; it is of great importance in all branches of science, 
and the recent advances in the science of heat have been 
chiefly due to the application of this principle. 

We cannot indeed assume, without eviilence of a satis- 
factory nature, that the mutual action between any two parts 
of a real body must always be in the line joining them, and 
must depend only on their distance. We know that this is 
the case with respect to the attraction of bodies at a distance, 
but we cannot make any such assumption concerning the 
internal forces of bodies of whose internal constitution we 
know next to nothing. 

Wc cannot even assert that all energy must be either 
potential or kinetic, though we may not be able to conceive 
any other form. Nevertheless, the principle has been de- 
monstrated by dynamical reasoning to be absolutely true for 
systems fulfilling certain conditions, and it has been proved 
by experiment to be true within the limits of error of obser- 
vation, in cases where the energy takes the forms of heat, 
magnetisation, electrification, &c., so tliat the following state- 
ment is one which, if we cannot absolutely afiirm its neces- 
sary truth, is worthy of being carefully tested, and traced 
into all the conclusions which are implied in it. 

[ OENERAL STATEMENT OF THE CONSERVATION OF ENERGY. 

1 ' Hie total energy of any body or system of bodies is a 
\ajj^^Mrti>&iiJi cffii neilher be imrcMti nor dimimihai ijfJUyt.^ 
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mutual action of these bodies, tlwugh it may be trans/ormfd 
into any of the forms of which energy is svsceptibh.' 

If by the application of mechanical force, heat, or any 
other kind of action to a body, or system of bodies, it is 
made to pass through any series of changes, and at last to 
return in all respects to its original state, then the energy 
communicated to the system during this cycle of operations 
BBust be equal to the energy which the system communicates 
Wb other bodies during the cycle. 

f For the system is in all respects the same at the beginning 
and at the end of the cycle, and in particular it lias the same 
amount of energy in it ; and therefore, since no iiitemal 
action of the system can either produce or destroy energy, 
the quantity of energy which enters the system must be 
equal to that which leaves it during the cycle. 

The reason for believing heat not to be a substance 
is tliat it can be generated, so that the quantity of it may 
be Increased to any extent, and it can also be destroyed, 
though this operation requires certain conditions to be 
fulfilled, 

; reason for believing heat to be a form of energy is 
lat heat may be generated by the application of work, and 
^t for every unit of heat which is generated a certain 
mtity of mechanical energy disappears. Besides, work 
■ be done by the action of heat, and for every foot- 
d of work so done a certain quantity of heat is put out 
istence. 

iw when the appearance of one thing is strictly con- 
ted with the disappearance of another, so that the 
fcount which exists of the one thing depends on and can 
\ calculated from the amount of the other whicli has dis- 
»red, we conclude that the one has been formed at the 
e of the othor, and that they are both forms of the 
ng. 

we conclude that heat is energy in a peculiar 
Jbs reaspns for beliering heat as it exists ia a. hot. 



54 Stresses niui Strains. 

bwiy to be in the form of kinetic energy — that is, that the 
particles of the hot body are in actual though invisible 
motion — will be discussed afterwards. 



CHAPTER V. 



ON THE MEASUREMENT OF PRESSURE AND OTHER INTERNAL 
rOKC£S, AND OF THE EFFECTS WHICH THEY PRODUCE. 

KvKKV force acts between two bodies or parts of bodies. 
If wc arc considering a particular body or system of bodies, 
then those forces which act between bodies belonging to this 
vyxieni and bodies not belonging to the system are called 
Kxtcruni Forces, and those which act between the different 
|<art8 of the system itself are called Internal Forces. 

If we now suppose the system to be divided in imagina- 
tion into two parts, we may consider the forces external to 
inie of the parts to be, first, those which act between that 
part and bodies e.tternal to the system, and, second, those 
which act between the two parts of the system. The com- 
bined effect of these forces is known by the actual motion 
or rest of the [lart to which they are applied, so that, if we 
know the resultant of the external forces on each part, we 
can find that of the internal forces acting between the two 
parts. 

Thus, if we consider a pillar supporting a statue, and 
imagine the pillar divided into two parts by a horizontal 
plane at any distance from the ground, the internal force 
between the two parts of the pillar may be found by con- 
sidering the weight of the statue and that part of the pillar 
which is above the plane. The lower part of the pillar 
presses on the upper part with a force which exactly counter- 
Ijalances this weight. This force is called a Pressure. 
In tlie same way we may find the internal force acting 
^ any iorizootal secUoT\ of a cove which siipporta a 
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leavy body to be a Tension equal to the weight of the 
heavy body and of the part of the rope below the imaginary 

The internal force in ihe pillar is called Longitudinal 
Pressure, and that in the rope is called Longitudinal Tension. 
If this pressure or tension is uniform over the whole hori- 
zontal section, the amount of it per square inch can be 
found by dividing the whole force by ihe number of square 
inches in the sectioa 

The internal forces in a body are called Stresses, and 
longitudinal pressure and tension are cKiinples of particular 
kinds of stress. It is shown in treatises on Elasticity that 
the most general kind of stress at any point of a body may 
be represented by three longitudinal pressures or tensions in 
directions at right angles to each other. 

For instance, a brick in a wall may support a vertical 
pressure depending on the height of the wall above it, and 
also a horizontal pressure in the direction of the length of 
the wall, depending on the thrust of an arch abutting against 
the wall, while in the direction perpendicular to the face of 
the woU the pressure is that of the atmosphere. 

In solid bodies, such as a brick, these three pressures may 
be all independent, their magnitude being limited only by 
the strength of the solid, which will break down if the force 
applied to it exceeds a certain amount. 

In fluids, the pressures in all directions must be equal, 
because the very slightest difference between the pressures 
in the three directions is sufficient to set the fluid in motion. 

The subject of fluid pressure is so important to what 
follows that I tliink it wonh while, at the risk of repealing 
what the student ought to know, to state what we mean b^j 
a fluid, and to show from the definition that the pressures in] 
all directions are equal. 

Definition of a Fluid. — A fluid is a body the coniigugus 
farts of ■which act en one another with a pressure whieh i. 
perfendicuiar to ihe surface which separates those ^arts. 
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Since tlic pressure is entirely perpendicular to t 

there can be no friction between the parts of a fluid 
contact. 

7'htorem. — The pressures in any two directions at a point 

of a fluid are equal. For, let the plane 

of the paper be that of the two given 

/ directions, and draw an isosceles triangle 

p i^ ^ whose sides are perpendicular to the tivo 

' Vjrli^ directions respectively, and consider the 

^"'''^ \ equilibrium of a small triangular prism 

of which this triangle is the base. Lei 

Q be the ])ressures perpendicular to the sides, and R 

Jlorpendiculnr to the base. Then, since tliese three 

tOwca arc in equilibrium, and since r makes equal angles 

Wilh V iind Q, p and Q must be equal. But the forces on 

which V and q act are also equal ; therefore tin; pressiu'es 

reft-rrcd to unit of area on these forces are equal, which was 

be proved. 

A great many substances may be found which perfectly 
fbllil this definition of a fluid when they are at rest, and they 
'e therefore called fluids. But no existing flmd fulfils the 
definition when it is in motion. In a fluid in motion the 
iTessures at a point may be greater in one direction than 
another, or, what is the same thing, tlie force beOveen 
two parts may not be perpendicular to the surface which 
separates diose parts. 

If a fluid could be found which fulfilled the definition 
jpvhen in motion as well as when at rest, it would be called a 
'erfect Fluid. All actual fluids are imperfect, and exhibit 
le phenomenon of internal friction or viscosity, by which 
irir motion after being stirred about in a vessel is gradually 
led, and the energy of the motion is converted into 

The degree of viscosity varies from that of tar to that of 
Iter, or ether, or hydrogen gas, but no actual fluid is perfect 
ei the defiaUiou vj\ieti m 
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The pressure at any point of a fluid is the ratio of the 
whole pressure on a small surface to the area of that surface 
when the area of the surface is made to diminish indefinitely, 
but so that the centre of gravity of the surface always coincides 
with the given point. 

This pressure is sometimes called hydrostatic pressure, to 
distinguish it from longitudinal pressure. Both kinds of 
pressure are measured by the number of units of force 
pressure on unit of area ; for instance, in pounds' weight 00 
the square inch or square foot, and in kilogrammes' weigh! 
on the square metre. Both these measures are gravitatt 
measures, and must be multiplied by the value of the ii 
sity of gravity to reduce them to absolute measures. 

Pressures are also measured in terras of the height of a 
column of water or of mercury, which would produce by its 
weight an equal pressure. Thus a pressure of 16 feet of 
water is nearly equal to 1,000 pounds' weight on the squai 
fool, and a pressure of 4 inches of water is more nearly eqi 
to loi grains' weight on the square inch. 

Id the metrical system the pressure of water on a surfa 
at any depth is expressed by the product of the depth 
the area of the surface. If we employ the metre as 
measure of length, the pressure will be expressed in tonnt 
weight, but if we use the decimetre, centimetre, or miUimfet 
the pressure will be expressed in kilogrammes, grammi 
or milligrammes respectively, in gravitation mt 

The density of mercury at 0° C. is i3"596 times that of 
water at 4" C. Hence the pressure due to a given depth of 
mercury is about 136 times that of an equal depth of water. 

The Barometer.— T\ic pressure of the air is generally 
measured by means of the mercurial barometer. This baro- 
meter consists of a glass tube closed at one end and filled 
J moisture are expelled 
n the tube. The tube is then placed with its J 
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; is vertical The mercury is iounii lo s\aaa. j 
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n le%-el io the lube, the height of which above Ufa 
level of the mercuiy in the vessel or cistern is called the 
height of the barometer. 

The surface of the mercury in the cistern is exposed to 
the pressure of the air, while the surface of ihe mercury in 
the tube is exposed only to the pressure of whatever ts in 
the tube above it. The only known substance which can 
be there is the vapour of mercury, the pressure of which at 
ordinary temperatures is so small that it may be neglected, 
) that the pressure of the air may be measured by that 
due to the difference of level of the mercury in the tube 
and in the cistern. 

The pressure of the atmosphere is, as we know, very 
variable, and is different in different places ; but for various 
purposes it is convenient to use, as a large unit of pressure, 
a pressure not very different from the average atmospheric 
pressure at the mean level of the sea. This unit of pressure 
is called an atmosphere, and is used in measuring pressures 
ii-engines and boilers. Its exact value in the metrical 
system is the pressure due to a depth of 760 millimetres of 
mercury at 0° C. at Paris, where the force of gravity is 
9'So868 mfetres. This is equal to i"033 kilogrammes' weight 
on the square centimfetre. In absolute measure it is equal 
to 1,013,237, the gramme, the centimfetre, and the second 
being the fundamental i 

In the British system an atmosphere is defined as the 
pressure due to a depth of aa'gos inches of mercury at 
ji" F. at London, where the force of gravity is 32' 1889 feet, 
and is, roughly, 14! pounds' weight on the square inch. Ilis 
therefore 099968 of tlie atmosphere of the metrical system. 

THE ALTERATION OF THE DIMENSIONS AND VOLUME 
J!ES BY MECHANICAL FORCES AND flY HEAT. 

e have seen that effects of the same kind in changing 

e toTXa or volume of bodies are produced by mechanical 

i by heat. We cantiov \\\ete5o\t ^vW-] Modeistaad 
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the eSlECts of heat alone on thesi 

time considering those of mechanical force. 

We have iirst to explain, from a purely geometrical point 
of view, the various kinds of change of fomi of which a body 
is capable, considering only those cases in which every part 
of the body undergoes a similai change of form. We shall 
—Jiss the word strain to express genersJly any alteration of 
form of a tiody. 

Lon^iudinal Strain. — Suppose the body to be elongated 

r compressed in one direction only, so that if two points 

1 the body lie in a line parallel to this direction, their 

idistance will be increased or diminished ia a certain ratio, 

Hit if the line joining the points be perpendicular to this 

' direction tlie length of the line will not be altered. 

This is called longitudinal e.vtension or compression, or 
more generallj- longitudinal strain, and is measured by the 
fraction of its original length by which any longitudinal line 
in the body is elongated or contracted. 

General Strain. — Such an alteration of the form of the 
body may take place simultaneously or successively in 
~ i directions at right angles to each other. This system 
F three longitudinal strains is shown in treatises on the 
potion of continuous bodies to be the most general kind of 
Q of which a body is capable. 
We shall, however, only consider two cases in particular, 
ist. Isoiropic Strain.'~-\^\i^n the strains in the three 
t right angles to each other are all equal, the 
form of the body remains similar to itself, and it expands 
or contracts equally in all directions, as most solid bodies do 
_ when heated. 

Since each of the three longitudinal strains of which this 

s compounded increases or diminishes the volume 

y a fraction of itself equal to the value of the longitudinal 

t follows that when each of the strains is a very small 

iction, the total increment of volume is equal to the 

jsiginal volume multiplied by the sum of the three stc3.vD£._ 
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The ratio of the increment of volume to the original volunw 
s called the cubical ex[iansion when positive, or tfie cubical 
contraction when negative, and it appears, from what we 
have said, that when the strains are small the cubicaJ expansion 

equal to the sura of the longltudiQal extensions, or, when 
these are equal, to three times the longitudinal extemion. 

and. Shmrhig SIrahi. — The other particular case is when 
the dimensions of tlie body are extended in one direction in 
the ratio of n to i, and contracted in a perpendicular direc- 

le ratio of i to u. In this case there is no alt?; 
tion of volume, but the body is distorted. 

WORK DONE BY A ST 
CHANGIVB OR 

We shall in the first place suppose that the stress con- 
tinues constant duriny the change of form which we consider. 
If during a considerable change of form the stress undergoes 
considerable change, we may divide the whole operation into 
[jarta, during each of vvhich we may regard the stress as 
constant, and find the total work by summation. 

The general rule is that, if the stress and the strain are of 
the same type, the work done on unit of volume during any 
(.train is the product of the strain into the average value of 

If, however, the stress be of a type conjugate to the strain, 
no work is done. 

Thus, if the stress be a longitudinal one, we must raultTi»ly 
the average valuta of the stress by the longitudinal strain iu 
the same direction, and the result is not atTected by tlie 
magnitude of the longitudinal strains in directions at right 
angles to the stress. 

If the stress be a hydrostatic pressure, we must multiply 
the average value of this pressure by the cubical compression 
to find the work done on the body per unit of volume, and 
tlie result is not affected by any strain of distortion whidi 

^pot chjtQge the volume ot the bo^^- 
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Work done on a Fluid. lOB 

Hence the work done by externa! forces on a fluid when 
volume is diminished is equal to the product of the 
iverage pressure into the diminution of volume, and if 
le fluid expands and overcomes the resistance of external 
trees, the work done by the fluid is measured by the pro- 
luct of the increase of volume, into the average pressure 
during that increase. 

The consideration of the work gained or lost during the 
change of volume of a fluid is so important that we shall 
j-calculate it from the beginning. 






suppose that the fluid is 
cylinder in which a piston is free 
lo slide. 

Let the area of the face of the 

sion be denoted by a. 

Let the pressure of tlie fluid 
iC denoted by/ on unit of area. 

Then the whole pressure of the fluid on the face of the 
piston will be a/, and if p is the external force which keeps 
the piston in equilibrium, p ^ a/*. Now let the piston be 
pressed inwards against the fluid through a distance .t. 
The volume of the cylinder occupied by the fluid will be 
diminished by a volume v = A^-, because the volume of a 
cylinder is equal to the area of its base multiplied by its 
" :ight. 

If the force p continues uniform, or if p is the average 

lue of the external force during this motion, the work 
done by the external force will be w = yx. 

If we put for p its value in terms of/, the pressure of the 
fluid per unit of area, this becomes 



• 



w = A/r 



kd if we remember that 



lual to V, this becomes 
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is equal to 1 
ied bv the ! 



or the work done by the piston against the fluid ii 

the diminution of the volume of the fluid multiplied by the 

average value of the hydrostatic pressure. 

It will be observed that this result is independent of the 
area of the piston, and of the form and capacity of the 
vessel with which the cylinder commutiicates. 

\i, for coffi-enience, we suppose that the area of the piston 
is unity, then putting a = i we shall have p =/ and v = *, 
so that the linear distance travelled by the piston 
merically equal to the volume displaced. 
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I shall now describe 
method of studying the action 
of a fluid of variable volume, 
which was invented by James 
Watt, as a practical method of 
determining the work done by 
the steam-engine, and of which 
the construction has been 
gradually perfected, till it is 
now capable of tracing every 
part of the action of the steam 
in the most rapidly working engines. 

At present, however, I shall use this method as a means 
of explaining and representing to the eye the working of a 
fluid. This use of the indicator diagram, which was intro- 
duced by ClapejTon, has been greatly developed by Rankine 
in his work on the steam-engine. 

Let o 2' be a horizontal straight line, and o/ a vertical 

tline. On o v (which we shall call the line of volumes) take 

^distances o «, o ^, o f to represent the volume occupied by 

(tilG fluid at different times, and -aX a li e erect perpendiculars 

si B, tc, representing, on a convenient scale, the pressure 

'i at these difFerent ttints. 
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(For instance, we may suppose that, in the scale of volumes, 
one inch, measured horizontally, represents a volume equal 
to a cubic foot ; and that in the scale of pressures, one inch, 

Eeasured vertically, represents a pressure of 1,000 pounds' 
sight on the square foot,) 
Let us now suppose that the volume increases from o a 
■ o i, while the pressure remains constant, so that a K = b^. 
Then the increase of volume is measured by a b, and the 
pressure which is overcome by the expansion of the fluid by 
a A or A B, so that the work done by the fluid is represented 
by the product of these quantities, or a b, a k, that is, the 
area of the rectangle A a ^ B. 

On the scale which we have assumed, every square inch 
of the area of the figure A B i arepresents 1,000 foot-pounds 
of work. 

We have supposed the pressure to remain constant during 
the change of volume. If this is not the case, but if the 
pressure changes from ^ b to c c, while the volume changes 
from o i to Of, then if we take b c small enough, we may 
suppose the [iressure to change uniformly from the one 
value to the other, so that we may take the mean value of 
the pressure to be ^{b i + c f). Multiplying this by b c, 
we get 4(b i -(- c <r) A f, which is the well-known expression 
for the urea of the strip b c ri, supposing b c a straight 

The work done by the fluid is therefore still equal to the 
area enclosed by b c, the two vertical lines from its extre- 
mities, and the horizontal line o v. 

In general, if the volume and pressure of the fluid are made 
to vary in any manner whatever, and if a point p be made ai 
the same time to move so that its horizontal distance from the 
line o p represents the volume which the fluid occupies at 
that instant, white its vertical distance from o v represents 
the hydrostatic pressure of the fluid at the same instant, and 
if, at the beginning and end of the patli traced by p, vertical 
Knes be drawn to meet o p, then, if the path of p does not 
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intersect itself, the area between these boundaries represenls 
the work done by the fluid against external forces, if it 
lies on the right-hand side of the path of the tracing 
point. If the area lies on the left-hand side of the path, it 
represents the work done by the externa! forces on the 
fluid. 
If the path of p returns into itself so as to form a loop w 




closed figure, then the \erticaU)nesat thebegmningand enil 
i of the path will coincide, so that it is unnecessary to draw 
ind the work will be represented by the area of the 
L loop itself. If P in its circuit goes round the loop in the 
I direction of the hands of a watch, then tlie area represents 
I ihe work done by the fluid against external forces ; but if p 
l^goes round the loop in the opposite direction, the area of 
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llie loop represents the work done by the external forues 
the Suid. 

In the indicator as constructed by Watt and improved by 
McNaught and Richards, the steam or other fluid is put ii 
connection with a small cylinder containing a piston. When 
the fluid presses this piston and raises it, the piston presses 
against a spiral spring, so constructed that the distance 
through which the spring is compressed is proportional 
to the pressure on the piston. In this way the height of the 
piston of the indicator is at all times a measure of the pressure] 
of the fluid. 

The piston also carries a pencil, the point of which presses 
lightly against a sheet of paper which is wrapped round S 
vertical cylinder capable of turning round its axis. 

This cylinder is connected with the working piston of the 
engine, or with some part of the engine which moves along 
with the piston, in such a way that the angle through which 
the cylinder turns is always proportional to the distance 
through which the working piston has moved. 

If the indicator is not connected with the steam pip^j 
the cylinder will turn beneath the point of the pencil, and!'' 
a horizontal line will be drawn on the paper. This lino] 
corresponds to o v, and is called the line of no pressure, 

Dut if the steam be admitted below the indicator piston, 
(he pencil will move up and down, while the paper moves 
horizontally beneath it, and the combined motion will trace 
out a line on the paper, which is called an indicator diagrana. 

When the engine works regularly, so that each stroke is 
similar to the last, the pencil will trace out the same curve 
at every stroke, and by examining this curve we may learn 
[iiuch about the action of the engine. In particular, the area 
of the curve represents the amount of work done by the 
sieam at each stroke of the engine. 

If the indicator had been connected with a pump, in 
which the external forces do work on the fluid, the tracing 
point would move in the opposite direction round tb.£ 
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.rea would indicate the amount of woA I 
done on the fluid during tlie stroke. 

Hitherto we have confined onr attention to the work done 
by the pressure on the piston, and have not been concerned 
with the cause of the alteration of volume of the fluid. The 
increase of volume may, for anything we know, arise from 
n additional supply being introducfd iolo Ihe cylinder, as 
when steam is introduced from the boiler, and the dimi- 
nution of volume may arise from the escape of the fluid 
from the cylindtr. 

As we are now going to use the diagram for the purpose 
of explaining the properties of bodies when acted on by heal 
and by mechanical force, we shall suppose that the body, 
whether fluid or partly solid, is placed in a cylinder with 
one end closed, and that its volume is measured by the 
distance of the ]'iston from the closed end of the cylinder. 
If at any instant the volume 
of the body is :■ and its pres- 
sure/, we represent this fact 
by means of the point P ii 
diagram, drawing o l jdong 
the Une of volumes to repre- 
sent ',\ and L P vertical t 
^,, present/. 

■^ In this way the position of 

a point in the diagram may be 
I made to indicate the volume 

o ML and the pressure of a body at 

any instant 
Now let the pressure be increased, the temperature r 
maining the same, then the volume of the fluid will 1 
diminished. (It is manifest that an increase of pressure k 
never produce an increase of volume, for in that case the 
force would produce a motion in the contrary direction lO 
that in which it acts, and we should have a source of ir 
Jiaitstible energy.) 
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Let the pressure, therefore, increase from o 
let the consequent diminution of volume be from o l to 
o M, and complete the rectangle q g q m. 

Tlien the point P indicates the original and Q the final 
condition of the fluid with respect to pressure and volume, 
and all the intermediate states of the fluid will be repre- 
sented by points in a line, straight or curved, which joins P 
and Q. 

The work done by the pressure on the fluid is represented 
by the area of the figure p Q M L, which is on the left hand 
of the tracing point as it moves along i' q. 

If p F and Q M intersect in r, then p r represents thi 
actual diminution of volume, and r q thi 
pressure. The actual volume is represented by f 
the cubical compression is represented by the ratio of 

to F P. 

Definition of the Elasticity of a Fluid.- 
elastidly of a fluid under any given cmdiiions is llie ratio 
of any smail increase of pressure to the cubical compression 
thereby produced. 

Since the cubical compression is a numerical quantity, 
the elasticity is a quantity of the same kind as a pressure. 

To express the elasticity of the fluid by means of the 
diagram, join p ij by a straight line, and produce it till it 
meets the vertical line o/ in e ; then f e is a pressure equal 
to the elasticity of the fluid in the state represented by p, 
and under conditions which cause its state to vary in a 
■ represented by the line p q. 

t is plain that f e is to r q in the ratio of p f to p K, 
^ Rjj _ incronent rf pramre _ ^^,^,-^. 
p R cubical compression 
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p, so thgii^^^H 
p i^^^H 

.uiD.— TJStf^^l 



B if the relation between the volume and the pre&*' 

a fluid under certain conditions, as for instance at a 

n temperature, is represented by a curve traced out by P, 

dly of tJie fluid when in the state teyire^gntea. '\yj '^ 
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may be fouini by drawing pe a tangent to the curve at?, 
and p F a horizontal hne. The portion f e of the vertical 
line op cut off between these lines represents, on the scale 
of pressures, the elasticity of the fluid. 

We have hitherto supposed that the temperature of the 
body remains the same during its compression from the 
volume p F to the volume q g. This is the most coramgn 
supposition when the elasticity of a fluid is to be measured. 
But in most bodies a compression produces a rise of tempe- 
rature, and if the heat is not allowed to escape, the effect of 
this will be to make the increment of pressure greater than 
in the case of constant temperature. Hence every substance 
has two elasticities, one corresponding to constant tempera- 
ture, and the other corresponding to the case where no heat 
is allowed to escape. The first value is applicable to stresses 
and strains which are long continued, so that the substance 
acquires the temperature of surrounding bodies. The 
second value is applicable Co the case of rapidly changing 
forces, as in the case of the vibrations of bodies which 
produce sounds, in which there is not time for the tempe- 
rature to be equalised by conduction. The elasticity in 
these cases is always greater than in the case of unitbmi 
temperature. 



CHAPTER VI. 



If the pressure is made to vary while the temperature re- 
mains constant, the volume will diminish as the pressure 
. and the point p will trace out a line in the diagram 
which is called a line of equal temperature, or an isothermal 
■ By means of this Vme we can sWw \!cvf«\\<ile beh%viQite-| 



^V Their Construction. 

of ihe substance under \-arious pressures at that particulofj 
temperature. 

By making experiments on the substance at othi 
peratures, and drawing the isothennal lines belonging to-M 
these temperatures, we can express all the relations betweea ■ 
the pressure, volume, and temperature of the substance. 

In the diagram, each isothermal line should be marked! 
ivith the temperature to which it corresponds in degrees,] 
and the lines should be drawn for every degree, or for every I 
ten or every hundred degrees, according to the purpose for I 
which the diagram is intended. 

When the volume and the pressure are known, ihefl 
temperature is a determinate quantity, and it is easy t( 
how from any two of these three quantities we can deter- 
mine the third. Thus if the curved lines in the diagram 
are the lines of equal temperature, the temperature cor- 
responding to each being indicated by the numeral at the 
enil of the line, we can solve three problems by means of^ 
this diagram, I 

I. Given the pressure and the volume, to find the tempeJ 
rature. ■ 

Lay off o L on the line of volumes to represent the giveM 
volume, and o f on the line of pressures to represent the^ 
given pressure, then draw r p horizontal and l p vertical, to 
determine the point p. If the point p fells on one of the 
lines of etjual temperature, the numeral attached to that line 
indicates the temperature. If the point p falls between two 
of the lines, we must estimate its distance from the tw<vJ 
nearest lines, and then as the sum of these distances is to the! 
disL-ince from the lower line of temperature, so is the diSM 
ference of temperature of the two lines to the excess of tbel 
true temperature above that of the lower line. ■ 

a. Given the volume and temperature to find the pres^J 
sure. I 

Lay offo L to represent the volume and draw L p verticaM 
and let w be the point where this line cuts the Une of ihfl 



no Isothermal Curves. 

given temperature. Then l p represents the required 
pressure. 

3. Given the pressure and temperature, to find die 
volume. 




Lay off o F to represent the pressure and draw f p hori- 
zontal till it meets the line of the given temperature in P, 
then F p represents the required volume. 

ON THE FORM OF THE ISOTHERMAL CURVES IN DIFFERENT 



The Gaseous Slaie. 
If the substance is in the gaseous state, as common air is 
at every pressure and temperature to which we have been 
able to subject it, then it is easy lo draw the isothermal 
curves by taking account of the laws of Boyle and Charles, 
By Boyle's iaw the product, ol \Ue ")Ci\\ime and the pre* 
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Ee is always the same for ihe same temperature. Hence, 
the cune, the area of the rectangle o L p F will be the 
lie provided p be a point in the same isothermal curve. 
The curve which has this property is known in geometry 
by the name of the rectangular hyperbola, the lines o v and 
o/ being the asymptotes of the hyperbolas in fig. 13. 'I'he 
asymptotes are lines such that a point travelling along the 
curve in either direction continually approaches one or 
other of the asymptotes, but never reaches it The physical 
interpretation of this is that if a gas fulfils Boyle's law, and 
if the temperature remain the same — 

1. Suppose we travel along the curve in the direction 
leading toward o p, that is to say, suppose the pressure 
is gradually increased, then the volume will continually 
diminish, but always slower and slower; for, however much 
we increase the pressure, we can never reduce the volume to 
nothing, so that the isothermal line will never reach tlie line 
op, though it continually approaches it. At the same time, 
if Boyle's law is fulfilled we can always, by doubling the 
re, reduce the volume to one half, so that by a suffi- 
ncrease of pressure the volume may be reduced till it 
b smaller than any prescribed quantity. 

. Suppose we travel in the other direction along the 

lirve, that is to say, suppose we increase the volume of the 

5el which contains the gas, then the point p approaches 

■I and nearer to the line o v, but never actually reaches 

This shows that the gas will always expand so as to fill 

$ vessel, and press upon it with a force represented by the 

tance bora o v, and this pressure, though it diminishes as 

J vessel is enlarged, will never be reduced to nothing, 

T large the vessel may become. 

Slasticiiy of a Perfect Girt.— Another property of the 

BerboU is that if p e be drawn a tangent to the curve 

f p till it meets the asymptote, f e = o f. Now f e 

ESents the elasticity of the substance, and o f the pres- 

Hence the elasticity of a perfect gas is numerically 




Isotliennal Curves. 



equal to the pressure, when the temperature is supposed » 
remain coostauC during the com press io». 

T!u Liquid State. 
n most hquiiis, the compression produced by the pres- 
sures which we are able to apply is exeeedingly small. In 
the case of water, ftw example, under ordinary circumstances 
as to temperature, the appUcation of a jiressure equal to one 
almo^here produces a compression of about 46 millionth 
parts of the volume, or o*oqoci46. Hence in drawing an 
indicator diagram for a liquid we must represent changes of 
volume on a much larger scale than in the case of gases, if 

• diagram is to have any visible features at all. The 

isl convenient way is to suppose the line o i. to represent, 
not the whole volume, but the excess of the volume above a 
thousand or 3 million of the units we empJoj-. 

It is manifest that the relation between the pressure and 
the volume of any substance must be such that no pressure, 
however great, can reduce the volume to nothing. Hence 
the isothermal lines cannot be straight lines, for a straight 
line, however slighUy inclined to the line of no volumes o f, 
and however distant from it, must cut that line somewhere. 
The limited range of pressures which we are able to produce 
does not in some cases cause sufficient change of volume li> 
indicate the curvature of the isothermal lines. We may 
supjjose that for the small portion we ace able to observe 
they are nearly straight lines. 

The expansion due to an increase of temperature is also 
much smaller in the case of liquids than in the case of 

If, therefore, we were to draw the indicator diagram of a 

Lliquid on the same scale as that of a gas, the isothermal 

Tlines would consist of a number of lines very close together, 

Inearly verliail. but very slighdy inclined towards the line o f. 

*" >iowc\ er, v\-e retain the scale of pressures and greatly 

. 'le scaJe of volumes, the isothermal lines will t>e 
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more indined to the vertical and wider apart, but still very 1 
nearly straight lines. Liquids, however, which are ne; 
critical point described at the end of this chapter are more | 
ipressible than even a gas. 
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In solid bodies the compressibility and the expansion by 1 
heat are in general smaller tlian in liquids. Their indicator 1 
diagrams will therefore have the same general characteristics J 
-s^ those of liquids. 

H INDICATOR DIAGRAM OF A SUBSTANCE PART OF WHICH . 
■ IS LIQUID AND PART VAPOUR. 

Let US suppose that a pound of water is placed in a vessetl 
and brought to a given temperature, say 212° F., and that^ 
by means of a piston the capacity of the vessel is made 
larger or smaller, the temperature remaining the same. If 
we suppose the vessel to be originally very large, say 1 00 cubic 
feel, and to be maintained at 212° F., then the whole of the 
water will be converted into steam, which will fill the vessel 
and will exert on it a pressure of about 575 pounds' weight 
on the square foot. If we now press down the piston, and 
e the capacity of the vessel to diminish, the pressure 
1 increase nearly in the same proportion as the volume 
minishes, so that the product of the numbers representing 
; pressure and volume will be nearly constant When, 
fwever, the volume is considerably diminished, this product 
ins to diminish, that is to say, the pressure does not in- 
so fast as it ought to do by Boyle's law if the steam 
I perfect gas. In the diagram, fig. 14, p. 114, the 
ns between the pressure and volume of steam at 212° 
V indicated by the curve a b. The pressure in atmo- 

is marked on the right hand of the diagram, i 
iame of one pound, in cubic feet, at the bottom. 
' "wn the volume is diminished to 26*^6 c>i\i\& feeX'S 
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pressure is 2,116 lb., so that the product of the volume 
and pressure, instead of 57,500, is now reduced to 55,770- 
This departure from the law of Boyle, though not very large, 
is quite decided. The pressure and volume of the steam ii 
this state are indicated by the point b in the diagram. 

If we now diminish the volume and still maintain thd 
same temperature, the pressure will no longer increase, buM 
part of the steam will be converted into water ; and as thn^ 
volume continues to diminish, inore and more of the s 
will be condensed into the liquid form, while the pressures 
remains exactly the same, namely, z,ii6 pounds' weight on 
the square foot, or one atmosphere. This is indicated by 
the horizontal Une b c\a the diagram. 

This pressure will continue the same till all the steam ia,m 
condensed into water at 212^ the volume of which will t 
o'oi6 of a cubic foot, a quantity too small to be represented 
clearly in the diagram. 

As soon as the volume, therefore, is reduced to this valu^ 
there will be no more steam to condense, and any furlhei 
reduction of volume is resisted by the elasticity of watei; 
which, as we have seen, is very large compared with that o 
a gas. 

We are now able to trace the isothermal line for water ' 
corresponding to the temperature 212". When vis very 
great the curve is nearly of the form of an hyperbola for 
which V p = 5 7,500. As V diminishes, the curve falls slightly 
below the hyperbob, so that when v ^ z6'36, v P = SS,77o- 
Here, however, the line suddenly and completely alters its 
character, and becomes the liorizontal straight line b c, for 
which p = 3, n6, and this straight hne extends from 
v := 26-36 to v ^ o'or6, when another equally sudden 
change takes place, and the line, from being exactly horizon- 
tal, becomes nearly but not quite vertical, nearly i 

f /, for the pressure must be increased beyond* 

■■ limits of our experimental methods long before an^ 

» Considerable change is made in the volume of the watg 




r 



Ii6 



hotlicrmal Curves. 



The isothermal line in a case of this kind consists of thM ' 
parts. In the first part, ab, it resembles the isothenna] lines of a 
perfect gas, but as the volume diminishes the pressure begins 
to be somewhat less than it should be by Boyle's law. This 
however, is only when the line approaches the second part 
of its course, be, in which it is accurately horizontaL This part 
cofiesponds to a state in which the substance eJusts partly 
in the liquid and partly in the gaseous state, and it eMends 
from the volume of the gas to the volume of the liquid at 
the same temperature and pressure. The third part of the 
isothermal tine is that corresponding to the liquid state of 
the substance, and it may be considered as a line which on 
the scale of our diagrams would be very nearly vertical, 
and so near to the line c p that it cannot be distinguished 

In the diagram, fig. 14, the isothennal line of water for 
the temperature 212° F., the ordinary boiling point, is re- 
presented hy a b c p, and that for 302° F. by d ef p. 

At tlie temperature of 303° F. the pressure at which con- 
densation takes place is much greater, being 9,966 pounds' 
weight on the square foot; and the volume to which the 
steam is reduced before condensation begins is much 
smaller, being 6'i53 cubic feet This is indicated by the 
point f. At this point the product v p is 61,321, which is 
considerably less tlian 65,209, its value when the volume is 
very great 

At this point condensation begins and goes on till the 
whole steam is condensed into water at 301° P., the volume 
of which is o'oi66 cubic feet This volume is somewhat 
greater than the volume of the same water at zi3° F. 

It appears, ther-efore, that as the temperature rises the 
pressure at which condensation occurs is greater, It also 
appears that the diminntion of volume when condensation 
takes place is less tlian at low temperatures, and this for 
two reasons. The first is, that the steam must be reduced 
Jp. a smaller volume before condensation begins j and ihe 
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second Is, that die volume of the liquid when condensed 
greater. 

The dotted line in the diagram indicates the pressun 
and the volumes at which condensation begins at the 
various temperatures marked on the horizontal parts of the 
isothermal hnes. 

When the pressure and volume are those indicated by 
points above or on the right hand of this curve the whole 
substance is in the gaseous state. We may call this line thft, 
steam line. It is not an isothermal line. 

If the scale cf the diagram had been large enough to have 
represented the volume of the condensed water, we should 
have had another dotted line near the line Op, such that for 
points on the left hand of this Hne the whole substance is in 
the liquid state. We may call this the water line. For 
conditions of pressure and volume indicated by points 
between the two dotted lines, the substance is partly in the 
liquid and partly in the gaseous state. If we draw a hori-, 
aontal line through the given point till it meets the twol 
dotted lines, then the weight of steam is to the weight of 
water as the segment between the point and the water line 
is to the segment between the point and the steam line, 
the lower part of the diagram for carbonic acid, fig 
p. I20, the isothermal lines are seen to consist of a curved 
portion on the right hand representing the gaseoi 
state, a horizontal portion representing the process of cc 
densation, and a neariy vertical portion representi 
the liquid state. The right-hand branch of the dotted 
line, which we must here call the gas line, corresponds 
to the steam line ; and the left-hand branch, or liquid line, 
corresponds to the water line, which was not distinguish- 
able in fig. 14. 

Since these two lines, which we have called the steam line 
and the water line, continually approach each other as 
temperature is raised, the question naturally arises. Do 
ever meet I The peculiarity of the conditions indicated bj 
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points between these lines is that the liquid and its vap&iS ' 

n exist together under the same conditions as to tenipera- 

-e and pressure williout the vapour being liquefied or the 
liquid evaporated. Outside of this region the substance 
nust be either all vapour or all liquid. 

If the two lines meet, then at the pressure indicated by 
the point of meeting there is no temperature at wliich the 
substance can exist partly as a liquid and partly as a vapour, 
but the substance must either be entirely converted from 
e of vapour into the state of liquid at once and with- 
out condensation, or, since in this case the liquid and the 
vapour have the same density, it may be suspected that the 
distinctions we have been accustomed to draw between 
liquids and vapours have lost their meaning. 

The answer to tliis question has been to a great extent 
supplied by a series of very interesting researches. 

In 1822 M. Cagniard de la Tour ' observed the effect of 
ahigh temperature upon liquids enclosed in glass tubes of a 
capacity not much greater than that of the liquid itself. He 
found that when the temperature was raised to a certain 
point, the substance, which till then was partly liquid and 
partly gaseous, suddenly became ucifonn in appearance 
throughout, without any visible surface of separation, or any 
evidence that the substance in the tube was partly in one 
state and partly in another. 

He concluded that at this temperature the whole became 
gaseous. The true conclusion, as Dr. Andrews has shown, is 
that tlie properties of the liquid and those of the vapour 
continually approach to siaiilarity, and that, above a certain 
temperature, the properties of the liquid are not separated 
from those of the vapour by any apparent distinction be- 
tween them. 

In 1S23, the year following tlie researches of Cagniard 

da la Tour, Faraday succeeded in liquefying several bodies 

I hitherto known only in the gaseous form, by pressure alone, 

ra/rt dc ClUmic, 7 
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m 1826 he greatly extended our knowledge of the 
fects of temperature and pressure on gases. He considers 
above a certain temperature, which, in the language of 
i)r. Andrews, we may call the critical temperature for the 
substance, no amount of pressure will produce the pheno- 
menon which we call condensation, and he supposes that the 
temperature of 166° F. below zero is probably above the 
critical temperature for oxygen, hydrogen, and nitrogen. 

Dr. Andrews has examined cajbonic acid under varied 
conditions cf temperature and pressure, in order to ascenain 
the relations of the liquid and gaseous states, and has 
arrived at the conclusion that the gaseous and liquid states 
ily widely separated forms of the same condition of 
,tter, and may be made to pass one into the oilier with- 
it any interruption or breach of continuity.' 
Carbonic acid is a substance which al ordinary tempera- 
pressures is known as a gas. The measurements 
-of Regnault and others show that as the pressure increases 
ihe volume diminishes faster than that of a gas which obeys 
the law of Boyle, and that as the temperature rises the ex- 
,paiision is greater than that assigned by the law of Charles. 
I The isothermal lines of the diagram of carbonic acid at 
'ordinary temperatures and pressures are therefore somewhat 
flatter and also somewhat wider apart than those of the 
more perfect gases. 

The diagram (p. 120) for carbonic add is taken from Dr, 
Andrews's paper, with the exception of the dotted line 
showing the region within which the substance can exist 
as a liquid in presence of its vapour. The base line of the 
diagram corresponds, not to zero pressure, but to a pressure 
of 47 atmospheres. 
The lowest of the isothermal lines is that of 13°- 1 C, or 

This line shows that at a pressure of about 47 atmospheres 
Icnsation occurs. The substance is seen to become 

' PMl. Tram. 1869, p. 575. 
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separated into two distinct portions, the upper portion being 
in the state of vapour or gas, and the lower in the state of 
liquid. The upper surface of the liquid can be distinctly 
seen, and where this surface is close to the sides of the glass 
containing the substance it is seen to be curved, as the 
surface of water is in small tubes. 

As the volume is diminished, more of the substance is 
liquefied, till at last the whole is compressed into the liquid 
form. 

I have described this isothermal line at greater length, 
that the student may compare the properties of carbonic acid 
at 55°'6 F. with those of water at 212° F. 

1. The steam before condensation begins has properties 
agreeing nearly, though not quite, with those of a perfect gas. 
In carbonic acid the volume just before liquefaction com- 
mences is little more than three-fifths of that of a perfect 
gas at the same temperature and pressure. The correspondinj 
isothennal lines for air are given in the diagram, and 
will be seen how much the carbonic acid isothermal hi 
fallen below that of air before liquefaction begin! 

2. The steam when condensed into water occupies less 
than the sixteen -hundredth part of the volume of the steam. 
The liquid carbonic acid, on the other hand, occupies nearly 
a fifth part of its volume just before condensation. We are 
therefore able to draw the dotted line of complete conden- 
sation in this diagram, though in the case of water it would 
have required a microscope to distinguish it from the line 
no volume. 

3. The steara when condensed into water at 
properties not differing greatly from those of cold water. 
Its dilatability by heat and its compressibility by pressure 
are probably somewhat greater than when cold, but not 
enough to be noticed when the measurements are not very 
precise. 

Liquid carbonic acid, as was first observed by Thilorit 
dilates as the temperature ri 
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L gas, and, as Dr. Andrews has shown, it 
much more than any ordinary liquid. From Dr. Andrews's 
experiments it also appears tliat its compressibility dimi- 
nishes as the pressure increases. These results are ap|MTeni 
1 in the diagram. It is, therefore, far more compressible 
than any ordinary liquid, and it appears fi^m the experi- 
ments of Andrews that its compressibility diminishes as the 
volume is reduced. 

It appears, therefore, that the behaviour of liquid carbonic 
acid under the action of heat and pressure is very different 
from that of ordinary liquids, and in some respects approaches 
to that of a gas. 

' we examine the next of the isothermals of the diagram, 
that for zi'''s C. or 7o°7 F., the approximation between the 
liquid and the gaseous states is still more apparent Here 
condensation takes place at about 6o atmospheres of pres- 
sure, and the liquid occupies nearly a third of the volume of 
the gas. The exceedingly dense gas is approaching in its 
properties to the exceedingly light liquid. Still there is a 
distinct separation between the gaseous and hquid stales, 
though we are approaching the critical temperature. This 
critical temperature has been determined by Dr. Andrews to 
be so^'ga C. or i^°^^ F. At this temperature, and at a 
pressure of from 73 to 75 atmospheres, carbonic acid appears 
to be in the critical condition. No separation into liquid and 
vapour can be detected, but at the same time very small 
variations of pressure or of temperature produce such great 
variations of density that flickering movements are obsen'ed 
in the tube ' resembling in an exaggerated form the appear- 
ances exhibited during the mixture of liquids of diSerent 
densities, or when columns of heated air ascend through 
colder strata.' 

The isothermal line for3t'''i C. or 88° F. passes above 
1 this critical point. During the whole compression the sub- 
k stance is never in two distinct conditions in different parts of 
^^^jfi)S. When the pressure is less than 73 atmospheies 



^H Continuity of the Liquid and Gascons States. 

the isothermal line, though greatly flatter than that of a perfect' 
gas, resembles it in genera) features. From 73 to 75 
spheres the volurne diminishe'; very rapidly, but by no means-' 
suddenly, and abo^e this j-ressure the volume dirainishcsi 
more gradually than m the case of a perfect gas, but stiU.| 
more rapidly than in most liquids. 

In the isothsrmils for 32 5 C. or go^'s F. and for 3S°'SC.^ 
or 9s'''9 F. we can still observe a slight increase of coniprt 
sibility near the same part of the diagram, but 
isothermal line for 48" J C. or ii8°'6 F. the curve 
cave upwards throughout its whole course, and differs from 
tjie corresponding isothermal line for a perfect gas only by 
being somewhat flatter, showing that for all ordinary pres- 
^^tares the volume is somewhat less than that assigned by 
^Hwiyle's law. 

^H Still at the temperature of ji8°'6 F. carbonic acid has all 
^^Be properties of a gas, and the effects of heat and pressure on 
^H differ from their effects on a perfect gas only by quantities 
^Hjequiring careful experiments to detect them. 
^H We have no reason to believe that any phi 

similar to condensation would occur, however great a^ 
pressure were applied to carbonic acid at this temperature. 
In fact, by a proper management we can convert 
; acid gas into a liquid without any sudden change 
ite. 
f we begin with carbonic acid gas at 50° F. we may first 
Eat it till its temperature is above 88° F., the critical point 
e then gradually increase the pressure to, say, 100 atmo- 
iheres. During this process no sign of liquefaction occurs. 
bially we cool the substance, still under the pressure of 
tmosphercs, to 50° F. During this process no sudden 
e of slate can be observed, but carbonic acid at 50° F. 
d under a pressure of loo atmospheres has all the pro- 
sofa liquid. At the temperature of 50° F. we cannot 
n carbonic acid gas into a liquid without a sudden 
lensatipn, but by this process, in which the pressure is 
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applied at a high temperature, we have caused the si 

s from an undoubtedly gaseous to an undoubtedly 
liquid state without at any lime undergoing an abrupt change 
similar to ordinary liquefaction. 

I have described the experiments of Dr. Andrews on car- 
bonic acid at greater length because they furnish the most 
complete view hitherto given of the relation between the 
liquid and the gaseous state, and of the mode in which the 
properties of a gas may be continuously and imperceptibly 
changed into those of a liquid. 

The critical temperatures of most ordinary liquids are 
much higher than that of carbonic add, and their pressure 
n the critical state is very great, so that experiments on the 
ailical "state of ordinary liquids are difficult and dangerous. 
M. Cagniard de la Tour estimated the temperature and pres- 
sure of the cridcal state to be : 

Elher 369°-5 37-5 

Alcohol ^eT^'S 119-0 

Bisulphide of Carbon . . . 504°-$ 66*5 

Water 773°-'> - 

In the case of water the cridcal temperature was so 
jh that the water began to dissolve the glass tube which 
contained it 

The critical temperature of what are called the permanent 
gases is probably exceedingly low, so that we cannot by any 
known method produce a degree of cold sufficient, even 
when applied along with enormous pressure, to condense 
them into the liquid state. 

It has been suggested by Professor James Thomson ' that 
the isothermal curves for temperatures below the critical 
temperature are only apparently, and not really, discon- 
tinuous, and that their true form is somewhat similar in its 
general features to the cur\'e abcdefghk. 

The peculiarity of this curve is, that between the pressures 
J'receaiing! oflhe Royal Sidtty, 1871, "No. 1 
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indicated by the horizontal lines b f and d h, any horizoDf 
tal line such as c E G cuts the curve in three different- 
points. The literal interpretation of this geometrical clr- 
curastance would be that the fluid at this pressure, and at 
the temperature of the isothermal line, is capable of existing 
in three different states. One of these, indicated by c, 
evidently corresponds to the liquid state. Another, indi- 
cated by G, corresponds to the gaseous state. At the inter- 
mediate point E the slope of the curve indicates that the 
volume and the pressure increase and diminish together. 
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o substance liaving this property can eidst in stable ec 

riura, for the very slightest disturbance would make it rush 
into the liquid or the gaseous state. We may therefore 
_confine our attention to the points c and g. 

In our chapter on Intrinsic Energy we shall show that 
certain position of the horizontal line C g the differ- 

ice of the intrinsic energy of the substance in the gaseous 
and liquid states is greater than for any other position on 
the same isothermal line. At the pressure indicated by this 
horizontal line the liquid will be in equilibrium wi^ its 
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vapour. At all greater pressures the vapour, if in contaa 
with the liquid, will be condensed ; and at all smaller 
pressures the liquid, if in contact with its vapour, will evapo- 
rate. Hence the isothermal line, as deduced from experi- 
ments of the ordinary kind, will consist of the curve ABC, 
the straight line c g, and the curve g k. 

But it has been pointed out by Prof. J. Thomson that 
by suitable contrivances we may detect the existence of 
other parts of the isothennal curve. We know that the 
portion of the cun'e corresponding to the liquid state ex- 
tends beyond the point c; for if the liquid is carefully freed 
from air and other impurities, and is not in contact with 
anything but the sides of a vessel to which it closely ad- 
heres, the pressure may be reduced considerably below that 
indicated by the point c, till at last, at some point between 
C and D, the phenomenon of boiiing wiih bumping com- 
mences, as described at p. 25. 

Let us next consider the substance wholly in the state of 
vapour, as indicated by the point K, and let it be kept at the 
same temperature and gradually compressed till it is in the 
state indicated by the point g. If diere are any drops of 
the liquid in the vessel, or if the vessel affords any facilities 
for condensation, condensation will now begin. But if there 
are no facilities for condensation, the pressure may be in- 
creased and the volume diminished till the state of the 
vapour is that which is represented by the point f. At this 
point condensation must take place if it has not begun 
before.' 

The existence of this variability in the circumstances of 
condensation, though seemingly probable, is not as yet 
established by experiment, like that of the variability in the 
circumstances of evaporation. Prof. J. Thomson suggests 
that by investigating the condensation produced by the 
, expansion of vapour in a vessel provided with a 

' See the chnpter on Capilhrity, 
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n-jacket, the existence of this part of the isothermal 

e might be established. 

The state of things, however, represented by the portion 

of the isothermal curve D E F, can never be realised in a 

homogeneous mass, for the substance is then in an essentially 

unstable condition, since the pressure increases with the 

, volume. We cannot, therefore, expect any experimental 

fvidence of the existence of this part of the airve, unless, as 

rof. J. Thomson suggests, this state of things may exist 

1 some part of the thin superficial stratum of transition 

L liquid to its own gas, in which the phenomena 

lapillarity take place. 




CHAPTER VII. 



e have considered the properties of substance 

only with respect to the volume occupied by a pound of the 

substance, the pressure acting on every square foot or inch, 

and the temperature of the substance, which we have assumed 

to be uniform. We suppose the temperature measured by a 

thermometer, and when, in order to change the state of the 

body, heat must be supplied to it or taken from it, we have 

^Btippa*sed this to be done without paying any attention to 

^^be quantity of heat required in each case. For the actual 

^Bpeasurements of such quantities of heat we must employ the 

^^rocesses described in our chapter on Calorimetry, or others 

equivalent to them. Before entering on these considerations, 

[lOwever, we shall examine the very important case in which 

the clianges which take place are effected without any 

passage of heat either into the substance from without or out 

of the substance into other bodies. 

For the sake of associating the statement ot s^gtfpfct Saja^ 
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with mental images which are easily formed, and which pWfc 
serve the statements in a form always ready for use, we shall 
suppose that the substance is contained in a cylinder fitted 
with a piston, and that both the cylinder and the piston are 
absolutely impermeable to heat, so that not only is heat 
prevented from getting out or in by passing completely 
through the cylinder or piston, but no heat can pass between 
the enclosed substance and the matter of the C)-linder or 
piston itself. 

No substance in nature is absolutely impermeable to heat, 
so that the image we have formed can never be fully realised ; 
but it is always possible to ascertain, in each particular case, 
that heat has not entered or left the substance, though the 
methods by which this is done and the arrangements by 
which the condition is fulfilled are complicated. In the 
present discussion it would only distract our attention from 
the most important facts to describe tJie details of physical 
experiments. We therefore reserve any description of actual 
experimental methods till we can explain them in connexion 
with the principles on which they are founded. In explain- 
ing these principles we make use of the most suitable illus- 
trations, without assuming that they are physically possible; 

We therefore suppose the substance placed in a cylinder, 
and its volurae and pressure regulated and measured by a 
piston, and we suppose that during the changes of volume 
and pressure of the substance no heat either enters it or 
leaves it 

In order to represent the relation betn-een tha volume and 
the pressure, we suppose a curve traced on the indicator 
diagram during the motion of the piston, exactly as in the 
case of the isothermal lines formerly described. The only 
difference is that whereas in the case of the isothermal 
lines the substance was maintained always at one and the 
temperature, in the present case no heat is allowed 
to enter or leave the substance, which, as we shall see, is 
)n of ^uite 3. different kind. 
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The line drawn on the indicator diagram in the latter case 
has been named by Professor Rankine an Adiabatic line, 
because it is defined by the condition that heat is not allowed 
to pass through i^ia^aivnt) the vessel which confines the 
substance. 

Since the properties of the substance under this condition 
are completely defined by its adiabatic lines, it will assist 
in understanding these properties if we associate them 
the corresponding features of the adiabatic lines. 

The first thing to be observed is that as the volume dintt*^ 
nishes thepressure invariably increases. In fact, if under any 
circumstances the pressure were to diminish as the volume 
diminishes, the substance would be in an unstable state, anil 
wotdd either collapse or explode till it attained a conditic 
in which the pressure increased as the volume diminished. 

Hence the adiabatic lines slope downwards from left 
right in the indicator diagram as we have drawn it 

If the pressure be continually increased, up to the greatest 
pressure which we can produce, the volume continually 
diminishes, but always slower and slower, so that we cannot 
tell whether there is or is not a limiting volume such that no 
pressure, however great, can compress the substance to a 
smaller volume, 

«We cannot, m fact, trace the lines upward beyond a 
irtain distance, and therefore we cannot assert anything of 
|u upper part of their course, except that they cannot recede 
rom the line of pressures, because in that case the volume 
would increase on account of an increase of pressure. 

If, on the other hand, we suppose the piston to be drawn 
s to allow the volume to increase, the pressure will 



r the substance is in the gaseous form, or assumes that 
n during the process, the substance will continue to exert 
ssure on the piston even though the volume is enormously 
1 we have no experimental reason to believe 
■tti^inessure would be reduced to nothing, howevu nrn^ 
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the volume were increased. For gaseous bodies, therefore, ' 
the lines extend indefinitely in the direction of the line of 
volumes, continually approaching but never reaching it. 

With respect to substances which are not originally in the 
gaseous form, some of them, when the pressure is sufficiently 
diminished, are known to assume that form, and it is plausibly 
argued that we have no evidence that any substance, however 
solid and however cold, if entirely free from external pres- 
sure, would not sooner or later become dissipated through 
space by a kind of evaporation. 

The smell by which such metals as iron and copper may 
be recognised is adduced as an indication that bodies, 
apparently very fixed, are continually throwing off portions 
of themselves in some very attenuated form, and if io these 
cases we have no means of detecting the effluvium except by 
the smell, in other c^ses we may be deprived of this evidence 
by the circumstance that the effluvium does not affect our 
sense of smell at all. 

Be this as it may, there are many substances the pressure 

of which seems to cease entirely when the volume has 

*■"=■ '7- reached a certain value. Be- 

l yond this the pressure, if it 

\ exists, is far too small to be 

'■■X measured. The lines of sucb 

V-.. substances may without sen- 

\'---.iaoihermai sihlc error be considered as 

■■v,_^ Adiahaut meeting the line of volumes 

s Z. » within the limits of the diagram. 

The next thing to be observed about the adiabatic lines is 
that where they cross the isothermal lines they are always 
inclined at a greater angle to the horizontal line than the 
isothermal lines. 

In other word?;, to diminish the volume of a substance by 

a. given amount requires a greater increase of pressure when 

the substance is prevented from gaining or losing heat than 

^HbeB.i^ is kept at a constant temperature. ■ 



■ TJteir Relation to the hothcrmah. \lt\ 

This is an illustration of the general princijjle that wlien 
the state of a body is changed in any way by the application 
of force in any form, and if in one case the body is subjected 
to some constraint, while in another case it is free from tiiis 
constraint but similarly circumstanced in all other respects, 
then if during the change the body takes advantage of this 
freedom, less force will be required to produce the change 
than when the body is subjected to constraint. 

In the case before us we may suppose the condition of 
constant temperature to be obtained by making the cylinder 
of a substance which is a perfect conductor of heat, and 
surrounding it with a \'ery large bath of a fluid which is also a 
perfect conductor of heat, and which has so great a capacity 
for heat that a!) the heat it receives from or gives off to the sub- 
stance in the cylinder does not sensibly alter its temperature. 

The cylinder in this case is capable of constraming the 
substance itself, because it cannot get through the sides of 
the cylinder; but it is not capable of constraining the heal of 
the substance, which can pass freely out or in through the 
walls of the cylinder. 

If we now suppose the walls of the cylinder to become 
perfect non-conductors of heat, everything remains the same, 
except that the heat is no longer free to pass into or out of 
the cylinder. 

If in the first case the motion of the piston gives rise to 
any motion of the heal through the walls, then in the 
second case, when this motion is prevented, more force will 
be required to produce a given motion of the cylinder on 
account of the greater constraint of the system on which the 
force acts. 

From this we may deduce the effect which the compressit 
of a substance has on its temperature when heat is prevent! 
fro m entering or leaving the substance. 
I We have seen that in every case the pressure increases 
e than it does when the temperature remains constant, or 
e of pressure be supposed given, the <Umiautiaa. 
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of volume is less when the heat is confined. Hence the 
.volume after the pressure is applied is greater when the heat 
is confined than when the temperature is constant. 

Far the greater number of substances expand when their 
temperature is raised, so that for the same pressure a greater 
■volume corresponds to a higher temperature. In these sub- 
Stances, therefore, compression produces a rise of temperature 
if heal is not allowed to escape ; but if the walls of the 
cylinder permit the passage of heat, as soon as the tempe- 
, jature has begun to rise heat will begin to flow out, so that 
if the compression is effected slowly the principal thermal 
effect of the compression will be to make the substance part 
with some of its heat The isothennal and adiabatic lines 
of air are given in fig. 18, p. ijz. The adiabatic lines are 
nore mchned to the horizontal than the isothermal lines. 

There are, however, certain substances which contract 
instead of expanding when their temperature is raised. 
When pressure is applied to these substances the compression 
|iroduced is, as in the former case, less when heal is pre- 
vented from passing than when the temperature is maintained 
SonstanL The volume after the application of pressure is 
therefore, as before, greater than when the temperature is con- 
stant ; but since in these substances an increase of volume 
indicates a lall of temperature, it follows that, instead of being 
heated, they are cooled by compression, and that, if the walls 
of the cylinder permit the passage of heat, heat will flow in 
from without to restore the equilibrium of temperature. 

During a change of state, when, at a given pressure, the 
volume alters considerably without change of temperature, as 
successive portions of the substance pass from the one state 
to the other, the isothermal lines are, as we have already, 
remarked, horizontal. The adiabatic lines, however, are 
inclined downwards from left to right. Any increase of 
pressure will cause a portion of the substance to pass into 
that one of the two states in which its volume is least. In 
I BO doing it will give out heat if, as in the case of a liquid and 
H^ \-apoar, the substance gives out heat \t\ pasim^, \w^i "iv^ 
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denser state ; but if^ as in the case of ice and water, the ice 
requires heat to melt it into the denser form of water, then 
an increase of pressure will cause some of the ice to melt, 
and the mixture will become coider. 

The isothennal and adiabatic lines for steam in presence 
of water are given in fig. 19, p. 135. The isothennal lines 
are here horizontal 

The steam line v v, which indicates the volume of one 
pound of saturated steam, is also draivn on the diagram. Its 
inclination to the horizontal line is less than that of the 
adiabatic lines. Hence when no heat is allowed to escape, 
an increase of pressure causes some of the water to become 
steam, and a diminution of pressure causes some of the 
steam to be condensed into water. This was first shown by 
Clausius and Rankine. 

By means of diagrams of the isothermal and adiabatic 
lines the thermal properties of a substance can be com- 
pletely defined, as we shall show in the subsequent chapters. 
As a scientific method, this mode of representing the pro- 
perries of the substance is by far the best, but in order to 
interpret the diagrams, some knowledge of thermodynamics 
is required. As a mere aid to the student in remembering 
the properties of a substance, the following mode of tracing 
the changes of volume and temperature at a constant pres- 
sure may be found useful, though it is quite destitute of 
those scienrific merits which render the indicator diagrams 
so valuable in tiie investigation of physical phenomena. 

The diagram on p. 137 represents the effect of the appli- 
cation of heat to a pound of ice at 0° F. The quantity of 
heat applied to the ice is indicated by the distance measured 
along the base line marked ' units of heat.' The volume 
of the substance is indicated by the length of the per- 
'. pendicular from the base line cut off by the ' line of 
[volume,' and the temperature is indicated by the length 
tBUt off by the dotted ' line of temperature.' 

fljiecific heat of ice is about 0^5, so that it requires 
fJieat to raise itste\i.ipeiat\iieltQTO<?'?.\a-j,:f ^, 
! gravity of ice at ii" f . is, aKcoxSmg, \.(i ■ftMawt^ 
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tbe nmked 'vofamr of kc* Tbe btaic keat of ke is 
144* F^ fo dot the proem of ndBag goes on tiD 144 mBB 
of heat luve been applied to cbc iaihswnrr, and tix iriule 
it conrencd mto Tata at 32" F. 

The Tofaine of the water at 32° F. is, accordn^ to 
M. De^etz, 1-0001x7, It> s{ieafic beat is at this teni- 
ffcratnrc a vciy little greatei tiian tuutf ; it is exactly Dnitf 
31 %^X F., and as dx temperature lises the specific beat 
increa«ei, »o that to heat the water ftom 31* F. to 212° F. 
requires i8a units instead of 180. The volume of die 
water diminishes as the teinperatare rises from 32° F. to 
7,ff'i F., where it is ejiactly 1. It then expands, slowly at 
first, tnjt more rapidly as the temperature rises, till at 212° F. 
the volume of the water is i-o43is. 

If wc continue to apply heat to the water, the pressure 
bein(( sliU that of the atmosphere, the water b^ns to boil. 
For every unit of heat, one nine hundred and sixty-fifth 
part of ihc pounri of water is boiled away and is converted 
into Btcam, the volume of which is about 1,700 times that of 
the water from whidi it was formed. The diagram might be 
extcnilcd on a larger sheet of paper to represent the whole 
I^roccRS of boiling the water away, This process would re- 
quire t)6s imita of heat, so that tlie whole length of the base 
iJiiic from o would be ifo; inches. At this point the water 
IWould be all boiled awny, and the steam would occupy a 
volume of 1,700 limes that of the water. The vertical line 
'On the diagram which woidd represent the volume of the 
•mm would be 3,400 inches, or more than 286 feet long, 
frhe temperature would be still zu" F. If we contijiue to 
■pply lieot to tlic stcnm, still at tlie atmospheric pressure, 
fcl Wmperumrc will rise in a perfectly uniform 1 
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the rate of 3°'oS degrees for every unit of heal, the specific 
heat of steam being o-48os. 

The volume of the superheated steam also increases in a 
regular manner, being proportional to its absolute tempe- 
rature reckoned from —960° F. 



CHAPTER VIII. 



ON HEAT ENGINE 



Hitherto the only use we have made of the indicator 
diagram is to explain the relation between the volume and the 
pressure of a substance placed in certain thermal conditions. 
The condition that the temperature is constant gave us the 
isothermal lines, and the condition that no communication 
of heat takes place gave us the adiabatic lines. We have 
now to consider the application of the same method to the 
s of quantities of heat and quantities of me- 
chanical work. 

At p. loa it was shown that if the pencil of the indicator 
tioves from b to c, this shows that the volume of the sub- 
stance has increased from o i to o c, under a pressure which 
vas originally B b and finally c c. 

The work done by the pressure of the substance against 
the piston during this motion is represented by the area 

c zb, and since the volume increases during the process, 
it is the substance which does the work on the piston, 
ind not the piston which does the work on the substance. 

In heat engines of ordinary construction, such as steam 
engines and air engines, the form of the path described by 
the pencil depends on the mechaniod arrangements of the 
engine, such as the opening and shutting of the valves which 
t or carry off the steam. 

r the purposes of scientific illustration, and for obtaining 
' e dynamical tineoiv 
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the working of an engine of a species entirely imaginary — 
one which it is impossible to construct, but very easy to 
understand. 

This engine was invented and described by Sadi Camot, 
in his ' Reflexions sur la Puissance motrice du Feu,' pub- 
lished in 1814. It is called Caraot's Reversible Engine for 
reasons \vhich we shall explain. 

All the arrangements connected with this engine are con- 
trived for the sake of being explained, and are not intended 
to represent an>lhi]ig in the working of real engines. 

Camot himself was a believer in the maleriai nature o£j 
heat, and was in consequence led to an erroneous statement 
of the quantities of heat which must enter and leave the H 
engine. As our object is to understand the theory of heat, 
and not to give an historical account of die theory, we shall 
avail ourselves of the important step which Camot made, 
did the error into which he fell. 



F 




Let D be the working substance, wiiich may be any sub- 
stance whatever which is in any way affected by heat, but, 
for the sake of precision, we shall supjjose it to be either air 
or steam, or pardy steam and partly condensed n 
same tenijjeralure. 

The working substance is contained in a cylinder fitte 
li a pistoa Th e walla of the cylinder ani Oi« 5 
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supposed to be perfect non-conductors of heat, but tfw 
bottom of the cylinder is a perfect conductor of heat, and has 
so small a capacity for heat that the amount of heat required 
to raise its temperature may be left out of account All the 
communication of heat between the working substance and 
things outside the cylinder is supposed to take place 
through this conducting bottom, and the quantities of heat 
are supposed to be measured as they pass through. 

A and B are two bodies tJie temperatures of which are 
maintained uniform, a is kept always hot, at a temperature 
S, and B is kept always cold, at a temperature T. c is a 
stand to set the cylinder on, the upper surface of which is a 
perfect non-conductor of heat. 

Let us suppose that the working substance is at the tem- 
perature T of the cold body b, and that its volume and 
l-,c ,^ pressure are represented in the in- 

dicator diagram by o a and a A, the 
point A being on the isothermal hne 
A D corresponding to the lower tem- 
perature T. 

First Operaiion. — We now place 
the cylinder on the non-conducting 
stand c, so that no heat can escape, 
and we then force the piston downt 
so as to diminisli the volume of the 
substance. As no heat can escape, 
the temperature rises, and the rela- 
tion between volume and pressure 
at any instant will be expressed by 
the pencil tracing the adiabatic line a b. 

We continue this process till the temperature has risen to 
s, that of the hot body a. During this process we have ex- 
pended an amount of work on the substance which is re- 
presented by the area A B i a. If work is reckoned negative 
the substance, we must regard that 
oneraUon as aegAwc _ 
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of volume is less wfaen the boa s fHiiJMn-.l Hcace tiie 
volume after the pressure is ap|dicd is \\\ ill 1 win 11 die hestt 
is confined than when tiie t e m poaf e is coostaitf. 

Far the greater number of wib a tjm e gs e^omd wtiai Aeir 

temperature is raised, so that for the sme pBess Br ea.gteattf 
volume corresponds to a bjgber tempenttare. In tbese sidv 
stances, therefore, compressioo prodoces a. iscof temperatinc 
if heat is not allowed to escape ; bat if Ac vails cf the 
cylinder permit the passage of heal, as soon as the tempe- 
rature has begun to rise beat will b^in to flow ont, so that 
if the compression is effected slowly the principal tbemul 
effect of the compression will be to make the substance part 
with some of its heat The isothermal and adiabatic lines 
of air are given in fig, 18, p. 132, The adiabatic lines are 
more inclined to the hoiizonla! than the isothermal lines. 

There are, however, certain substances which contract 
instead of expanding when their temperature is raised. 
When pressure is applied to these substances the compression 
produced is, as in the former case, less when heal is pre- 
vented from passing than when the temperature is maintained 
constant The volume after the application of pressure is 
therefore, as before, greater than when the temperature is con- 
stant ; but since in these substances an increase of volume 
indicates a iiill of temperature, it follows that, instead of being 
heated, they are cooled by compression, and that^ if the walls 
of the cylinder permit the passage of heat, heat will flow in 
from without to restore the equilibrium of temperature. 

During a change of state, when, at a given pressure, the 
volume alters considerably without change of temperature, as 
successive portions of the substance pass from the one state 
to the other, the isothermal lines are, as we have already, 
remarked, horizontal. The adiabatic lines, however, are 
inclined doivnwards from left to right. Any increase of 
pressure will cause a portion of the substance to pass into 
that one of the two states in which its volume is least. lt\ 
so doing it will give out heal if, as in the caseoi a\\oji\i.'Kfti. 

rapou/; the substance gives out heal m 'ji^w'^?, 
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denser state ; but if, as in the case of ice and water, 
requires heat to melt it into the denser form of water, then 
an increase of pressure will cause some of the ice to melt, 
and the mixture will become colder. 

The isotliermal and adiabatic lines for steam in presence 
of water are given in fig. 19, p. 135. The isothermal lines , 

are here horizontal. 

The steam line v v, which indicates the volume of one 
pound of saturated steam, is also drawn on the diagram. Its 
inclination to the horizontal line is less than that of the 
adiabatic lines. Hence when no heat is allowed to escape, 
an increase of pressure causes some of the water to become 
steam, and a diminution of pressure causes some of the 
steam to be condensed into water, This was first shown hj 
Clausius and Rankine. 

Uy means of diagrams of the isothermal and adiabatic 
lines the thermal properties of a substance can be com- 
pletely defined, as we shall show in the subsequent chapters. 
As a scientific method, this mode of representiog the pro- 
perties of the substance is by far the best, but in order to 1 
interpret the diagrams, some knowledge of thermodynamics 
is required. As a mere aid to the student in remembering ' 
the properties of a substance, the following mode of tracing 
the changes of volume and temperature at a constant pres- 
sure may be found useful, though it is quite destitute of 
those scientific merits which render the indicator diagrams 
so valuable in the investigation of physical phenomena. 

The diagram on p. 137 represents the effect of the appli- 
cation of heat to a pound of ice at 0° F. The quantity of 
heat applied to the ice is indicated by the distance measured 
along the base line marked ' units of heat' The volume 
of the substance is indicated by the length of the per- 
pendicular from the base line cut off by the ' line of 
volume,' and the temperature is indicated by the length 
cut off by [he dotted ' line of temperature.' 
The specific heat of \ce is a\io\it q'^, &u'&iM.\i.is;o(s.wes 

units of heat to raise its tem-pera-taTe Isoto ^i" ■? . ■«, ■i,i° "^ . 
le specific gravity of ice aM ji" T-Vs, T^ce.OT&r>^\.ii'^M.\c*a\i 
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0-91674, so that its volume, as compared with water at 39" 



The ice 1 
t at 32= 
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begins to metf, the temperature 
F., but the volume of ice diminishes and 
the volume of water increases, as is represented by the 
line marked 'volume of ice.' The latent heat of ice is 
144° F., so that the process of melting goes on till 144 units 
of heat have been applied to the substance, and the whole 
is converted into water at 32° F. 

The volume of die water at 32° F. is, according to 
M. Despretz, I'oooiz?. Its speciiic heat is at this tem- 
perature a very little greater than unity ; it is exactly unity 
at 39'''i F., and as the temperature rises the specific heat 
increases, so that to heat the water from 32° F. to zia" F. 
requires 182 units instead of 180. The volume of the 
water diminishes as the temperature rises from 32° F. to 
39°'i F., where it is exactly i. It then expands, slowly at 
first, but more rapidly as the temperature rises, till at 212° F. 
the volume of the water is i'043r5. 

If we continue to apply heat to the water, the pressure 
being still that of the atmosphere, the water begins to boil. 
For every unit of heat, one nine hundred and sixty-fifth 
part of the pound of water is boiled away and is converted 
into steam, the volume of which is about 1,700 times that of 
the water from whidi it was formed. The diagram might be 
extended on a larger sheet of paper to represent the whole 
process of boiling the water away. Tliis process would re- 
quire 965 units of heat, so that the whole length of the base 
line from o would be ii'o7 inches. At this point the water 
would be all boiled away, and the steam would occupy a 
TOlume of 1,700 times that of the water. The vertical line 
on the diagram which would represent the volume of the 
steam would be 3,400 inches, or more than 286 feet long. 
The temperature would be still 212° F. If we continue to 
apply heat to the steam, still at the atmospheric pressure, 
its ?em/)erature will rise in a ■5eTfec.v\-5 -imfoTm, 
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the rate of z°'o8 degrees for every unit of heat, tl 
heat of steam being 0-4805. 

The volume of the superheated steam also increases in a 
regular manner, being proportional to its absolute tempe- 
rature reckoned from —960° F. 



CHAPTER Vlir. 
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Hitherto the only use we have made of the indicator 
diagram is to explain the relation between the volume and the 
pressure of a substance placed in certain thermal conditions. 
The condition that the temperature is constant gave us the 
isothermal lines, and the condition that no communication 
of heat takes place gave us the adiabatic lines. We have 
now to consider the application of the same method to the 
measurements of quantities of heat and quantities of me- 
chanical work. 

At p. 102 it was shown that if the pencil of the indicator 
noves from B to c, this shows that the volume of the sub- 
stance has increased from o ^ to o c, under a pressure which 
ras originally b b and finally c c. 

The work done by the pressure of the substance against 
the piston during this motion is represented by the area 
:; b, and since the volume increases during the process, 
i the substance which does the work on the piston, 
and not the piston which does the work on the substance. 

In heat engines of ordinary construction, such as steam 
engines and air engines, the form of the path described by 
the pencil depends on the meclianical arrangements of the 
engine, such as the opening and shutting of the valves which 
admit 01 carry off the steam. 

For the purposes of scientific illustration, and for obtaining 
dear views of the dynaroicaV tlieorjoi\«a.r^-wft'&«Si.i 
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the working of an engine of a species entirely imaginary- 
one which it is impossible to construct, but very easy to 
understand. 

This engine was invented and described by Sadi Carnot, 
in his ' Reflexions sur la Puissance motrice du Feu,' pub- 
lished in 1824. It is called Camot's Reversible Engine for 
reasons which we shall explain. 

Ail the arrangements connected with this engine are con- 
trived for the sake of being explained, and are not intended 
to represent anything in the working of real engines, 

Camot himself was a believer in the malerial nature of 
heat, and was in consequence led to an erroneous statement 
of the quantities of heat which must enter and leave the 
engine. As our object is to understand the theory of heat, 
aiid not to give an historical account of the theory, we shall 
avail ourselves of the important step which Camot made, 
e avoid the error into which he fell. 



j I I I 
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Let D be the working substance, which may be any sub* ' 
stance whatever which is in any way affected by heal, but, 
for the sake of precision, we shall suppose it to be either air 
or sicain, or partly steam and partly condensed water at ttie 
same temperature. 

The working substance is contained m a cj\!\.tv(1« to,^ 
with a plstaa. The waJJs of the cylinder an4 XW5 
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supposed to be perrect non-conductors of heat, but A« I 
bottom of the cylinder is a perfect conductorof heat, and has 
so small a capacity for heat that the amount of heat required 
to raise its temperature may be left out of account. All the 
communication of heat between the working substance and 
things outside the cylinder is supposed to take place 
through this conducting bottom, and the quantities of heat 
are supposed to be measured as they pass through. 

A and B are two bodies the temperatures of which are 
maintained unifonn. a is kept always hot, at a temperature 
S, and B is kept always cold, at a temperature t. c is a 
stand to set the cylinder on, the upper surface of which is a 
perfect non-conductor of heat 

Let us suppose that the working substance is at the tem- 
perature T of the cold body h, and that its volume and 
Tic. 93. pressure are represented in the in- 

dicator diagram by o iz and a a, tlie 
point A being or the isothennal line 
A D corresponding to the lower tem- 
perature T. 

First Operaiion. — We now place 
the cylinder on the non-conducting 
stand c, so that no heat can escape, 
and we then force the piston down, 
so as to diminish the volume of the 
substance. As no heat can escape, 
the temperature rises, and the rela- 
— tion between volume and pressure 
at any instant will be expressed by 
the pencil tracing the adiabatic line a b. 

We continue this process till the temperature has risen to 
s, that of the hot body A. During this process we have ex- 
pended an amount of work on the substance which is re- 
presented by the area a b * a. If work is reckoned negative 
when it is spent on the substance, we must regard that 
empioyed in this first operaUoti as nesa.U.ie. 
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Second Operation.— "^e. now transfer the cylinder to the 
hot body A, and allow the piston gradually to rise. The 
immediate effect of the expansion of the substance is to 
make its temperature fall, but as soon as the temper<iture 
begins to fall, heat flows in from the hot body a through the 
perfectly conducting bottom, and keeps the temperature from 
falUng below the temperature s. 

The substance will therefore expand at the temperature s, 
and the pencil will trace out the line b c, which is part of the 
isothermal line corresponding to the upper temperature s. 

During this process the substance is doing work by its 
pressure on the piston. The amount of this work is re- 
presented by the area b c c ^, and it is to be reckoned 

At the same time a certain amount of heat, which we shall 
call H, has passed from the hot body a into the working 
substance. 

Third Operation. — The cylinder is now transferred from the 
hot body a to the non-conducting body c, and the piston is 
allowed to rise. The indicating pencil will trace out the 
adiabatic line c d, since there is no communication of heat, 
and the temperature will fall during the process. When 
the temperature has fallen to t, that of the cold body, 
let the operation be stopped. The pencil will then have 
arrived at D, a point on the isothermal line for the lower 
temperature t. 

The work done by the substance during this process is 
represented by the area cd d e, and is positive. 

Fourth Operation. — The cylinder is placed on the cold 
body B. It has the same temperature as b, so tliat there is no 
transfer of heat. But as soon as we begin to press down the 
piston heat flows from the working substance into b, so that 
the temperature remains sensibly equal to t during the 
operation. The piston must be forced down till it has 
reached the point at which it was at the beginning of the 
first operation, and, since the temperature is also llie same, 
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the pressure will be the same as at first. The working 
substance, tJierefore, after these four operations, has returned 
exactly to its original state as regiirds volume, pressure, and 
temperature. 

During the fourth operation, in whidi the pencil traces the 
portion D A of the isothermal line for the lower temperalure, 
the piston does work on the substance, the amount of which 
is to be reckoned negative, and which is represented by the 
area o a a d. 

At the same time a certain amount of heat, which we shall 
denote by //, has flowed from the working substance into the 
cold body e. 

DEFiNETiON OF A CvcLE.— ^ series of operations by whkk 
the substance is finally brought to the same state in all respeds 
as at first is called a Cycle of operations. 

Total Work done during the Cycle. — When the piston is 
rising the substance is giving out work ; this is the case in 
the second and third operations. When the piston issinkjngit 
is performing work on the substance which is to be reckoned 
negative. Hence, to find the work performed by the substance 
we must subtract the area D ab b d, representing the Hegative 
work, from the positive work, v c a d b. The remainder, 
A B c D, rejjresents the useful work performed by the sub- 
stance during the cycle of operations. If we have any diffi- 
culty in understanding how this amount of work can be 
obtained in a usefial form during the working of the engine, 
we have only to suppose that the piston when it rises is 
employed in lifting weiglits, and that a portion of the weight 
lifted is employed to force the piston down again. As the 
pressure of the substance is less when the piston is sinking 
than when it is rising, it is plain that the engine can raise a 
greater weight than that which is required to complete the 
cycle of operations, so that on the whole there is a balance 
of useful work. 

Transference of Heat during the Cycle. — It is only in the 
^eoiiod 4ad foiiith operations that there is any transfer pt 
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Iieat, for in the first and third the heat is confined by the 
non-conducting stand. 

In the second operation a quantity of heat represented by 
H passes from the hot body a into the working substance at 
the upper temperature s, and in the fourth operation a 
quantity of heat represented by h passes from the working 
substance into the cold body b at the lower temperature t. 

The working substance is left after the cycle of operations 
in precisely the same state as it was at first, so that the whole 
physical result of the cycle is— 

1. A quantity, k, of heat taken from a at the temperature s. 

2. The performance by the substaiice of a quantity of 
work represented by a b c d. 

3. A quantity, k, of heat communicated to b at the tem- 



IPPLICATIOK OF THE PRINCIPLE OF THE CONSEEVATION 



I It has long been thought by those who study natural 
5 that in all observed actions among bodies the work 
Kliich is done is merely transferred from one body in which 
e is a store of energy into another, so as to increase the 
e of energy in the latter body. 
The word enei^ is employed to denote the capacity 
which a body has of performing work, whether this capacity 

I— ises from the motion of the body, as in the case of a cannon- 
ill, which is able to batter down a wall before it can be 
Dppetl ; or from its position, as in the case of the weight of a 
ock when wound up, which is able to keep the clock going 
r a week ; or from any other cause, such as the elasticity of 
watch-spring, the magnetisation of a compass needle, the 
lemical properties of an acid, or the heat of a hot body. 
The doctrine of the conservation of energy asserts that all 
I these different forms of energy can be measured in the same 
■way that mechanical work is measured, and that if the whole 
energy of any system were-measiured In this wa^ the mutual 
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action of the parts of the system can neither increase 
diminish its total stock of energy. 

Hence any increase or diminution of energy in a system 
must be traced to the action of bodies external to the 
system. 

The behef in the doctrine of the consei-vation of energy 
has greatly assisted the progress of physical science, especi&Uj 
since 1840. The numerous investigations which have been 
made into the mechanical value of various forms of energy 
were all undertaken by men who believed that \a so doing 
they were laying a foundation for a more accurate knowledge 
of physical actions considered as forms of energy. The fact 
that so many forms of energy can be measured on the 
hypothesis that they are all equivalent to mechanical energ}-, 
and that measurements conducted by different methods are 
consistent with each other, shows that the doctrine con- 
tains scientific truth. 

To estimate its truth from a demonstrative point of view 
we must consider, as we have always to do in making siich 
estimates, what is involved in a direct contradiction of the 
doctrine. If the doctrine is not true, then it is possible for 
the parts of a material system, by their mutual action alone, 
and without being themselves altered in any permanent way, 
either to do work on external bodies or to have work done 
on them by external bodies. Since we have supposed the 
system after a cycle of operations to be in exactly the same 
state as at first, we may suppose the cycle of operations 10 
be repeated an indefinite number of times, and therefore the 
system is capable in the first case of doing an indefinite 
quantity of work without anything being supplied to it, and 
in the second of absorbing an indefinite quantity of work 
wi til out showing any result 

. That the doctrine of the consen'ation of energy is not 
self-evident is shown by the repeated attempts to discover 
a perpetual m.otive power, and though such attempts have 
■been long considered hopeless by scientific men, these men 
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themselves had repeatijilly observed the apparcDt loss of 
energy in friction and other natural actions, without making 
any attempt or even showing any desire to ascertain what 
becomes of this energy. 

The evidence, however, which we have of the doctrine is 
nearly if not quite as complete as that of the conservation of 
matter — the doctrine that in natural operations the quantity 
of matter in a system always remains the same though it may 
change its fonn. 

No good evidence has been brought against either of these 
doctrines, and they are as certain as any other part of our 
knowledge of natural things. 

The great merit of Camot's method is that he arranges his 
operations in a cycle, so as to leave the working substance 
in precisely the same condition as he found it. We are 
therefore sure that the enei^ remaining in the working 
substance is the same in amount as at the beginning of the 
cycle. If this condition is not fulfilled, we should have to 
discover the energy required to change the substance from 
its original to its final state before we could make any 
assertion based upon the conservation of eneigy. 

We have therefore got rid of the consideration of the 
energy residing in the working substance, which is called its 
inlriiuic energy, and we have only to compare — 

1. The original energy, which is a quantity h of heat at the 
temperature s of the hot body. This being communicated to 
the working substance, we get for the resulting energy — 

2. A quantity of work done, represented by A B c D ; and 

3. A quantity h of heat at the temjierature t of the cold 
body. 

The principle of the conservation of energy tells us that 
the energy of the heat h at the temperature s exceeds that 
of the heat h at the temperature T by a quanrity of me- 
chanical energy represented by a b c d, which can be easily 
expressed in foot-pounds. This is admitted by all. 

Now Camot believed heat to be a. material substance. 
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^H called caloric, which of course cannot be created o 
^H He therefore concltided that, since the quantity of heal r 
^H maining in the substance is the same as at first, h, the quantity 
^H of heat communicated to it, and h, the quantity of heat 
^H abstracted from it, must be the same. 

^H These two portions of heat, however, are, as Camot 

^H observed, in different conditions, for h is at the temperature 
^^k of the hot body, and k at that of the cold body, and Carnot 
^B concluded that the work of the engine was done at the 

^B expense of the fall of temperature, the energy of any 
^H distribution of beat being greater the hotter the body which 
^H contains it. 

^H He illustrated this theory very clearly by the analogy of a 

^H water-mill. When water drives a mill the water which enters 

^H the mill leaves itagain unchanged in quantity, but at a lower 

^^k level. Comparing heat with water, we must compare heat 

^ at high temperature with water at a high leveL Water tends 

to flow from high ground to low ground, just as heal tends to 

flow from hot bodies to cold ones. A water-mill makes use 

of this tendency of water, and a heat engine maJces use of the 

corresponding property of heat. 

The measurement of quantities of heat, especially when it 
has to be done in an engine at work, is an operation of great 
difliculty, and it was not till 1862 that it was shown experi- 
mentally by Him that h, the heat emitted, is really less than 
H, the heat received by the engine. But it is easy to see 
that the assumption that h is equal to k must be wrong. 

For if we were to employ the engine in stirring a liquid, 
then the work a b c d spent in this way would generate an 
amount of heat which we may denote by ■§ in the liquid. 

The heat h at the high temperature has therefore been 

used, and we find instead of it a quantity h at the low 

' temperature, and also •& at the temperature of the liquid, 

whatever it is. 

But if heat is material, and therefore h = //, then A + >& 

fs greater than the original c\ua'nui'j ■«, ixtvA Vveat ha* beep. 
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created, which is contrary to the hypothesis that it is 
material. 

Besides this, we might have alloweri the heat h to pass 
from the hot body to the cold body by conduction, either 
directly or through one or more conducting bodies, and in 
ihis case we know that the heat received by the cold body 
would be equal to the heat taken from the hot body, since 
conduction does not alter the quantity of heat Hence in 
this case u ^ A, but no work is done during the transfer of 
heaL When, in addition to the transfer of heat, work is done 
by the engine, there ought to be some ditferenre in the final 
result, but there will be no difference if A is still equal to h. 

The hypothesis of caloric, or the theory that heat is a kind 
of matter, is rendered untenable, first by the proof given by 
Rumford, and more completely by Davy, that heat can be 
generated at the expense of mechanical work ; and, second, 
by the measurements of Him, which show that when heat 
does work in an engine, a portion of the heat disappear^ 

The detem:iination of the mechanical equivalent of heat by 
Joule enables us to assert that the heat which is required to 
raise a pound of water from 39° F. to 40° F. is mechanically 
equivalent to 772 foot-pounds of work. 

It is to be observed that in this statement nothing is said 
about the temperature of the body in which the heat exists. 
The heat which raises the pound of water from 39° F. to 
40'' F. may be taken from a vessel of cold water at 50° F-i 
from a red-hot iron heater at joa" F., or fi-om the sun at a 
temperature far above any experimental determination, and 
yet the healing effect of the heat is the same whatever be the 
source from which it flows. When heat is tueasured as a 
((uantily, no regard whatever is paid to the temperature of 
the body in which the heat exists, any more than to the size, 
weight, or pressure of that body, just as when we deter- 
mine the weight of a body we pay no attention to its other 
properties. 

Hcr.ce if a boJi-j/i a certain state, as to lem\iwa.X'iTe, *vc.,. 
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is capableofheating so many pounds of water from 39' F. W 
40° F. before it is itseif cooleii to a. given temperature, suf 
40^ F., then if that body, in its original state, is stirred abnin 
and its parts rubbed togetlier so as to expend 772 foot-pounds 
of work in the process, it will be able to heat one pound 
more of water from 39° F. to 40° F. before it is cooled to (he 
given temperature. 

Carnot, therefore, was wrong in supposing that the 
mechanical energy of a given quantity of heat is greater 
when it exists in a hot body than when it exists in a cold 
body. We now know that its mechanical energy is exactly 
the same in both cases, although when in the hot body it is 
more available for the purpose of driving an engine. 

In our statement of the four operations of Camot's engine 
we arranged them so as to leave the result in a state in 
which we can interpret it either as Carnot did, or according 
to the dynamical theory of heat. Carnot himself b^an with 
the operation which we have placed second, the expansion 
at the upper temperature, and he directs us to continue the 
fourth operation, compression at the lower temperature, till 
exactly as much heat has left the substance as entered during 
the ewpansion at the upper tt-mperature. The result of this 
operation would be, as we now know, to expel too much 
heat, so that after tlie substance had been compressed on 
the non-conducting stand to its original volume, its tempera- 
luld be too low. It is easy to amend the 
tent to which the outflow of heat is to tw 
r to avoid the clifCculty by 
e have done, 
e precisely the relation between k, 
the quantity of heat which leaves the engine, and h, the 
quantity received by it. h is exactly e<]ual to the sum of h, , 
[ and the heat to which the mechanical work represented by , 
A B c D is equivalent. 

In all statements connected with the dynamical theoiy of , 
^kssit it is exci;eaingiy cuuveuieui \a state i^uaiitui«» of luM « 
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directions for the e 

permitted, but it is still e: 

placing tliis operation last, a 

We are now able ti 
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in fnot-pounils at once, instead of first expressing them 
thermal units and tnen reducing the result to foot-pounds by 
means of Joule's equivalent of heat In fact, the thermaJ 
unit depends for its de&nition on the choice of a standard 
substance to which heat is to be applied, on tiie 
choice of a standard quantity of that substance, and 
on the choice of the effeci to be produced by the heat. 
According as we choose water or ice, the grain or the 
gramme, the Fahrenheit or the Centigrade scale of terapera- 
tures, we obtain different thermal units, all of which have 
been used in different important researches. By expressing 
quantities of heat in foot-pounds we avoid ambiguity, and, 
especially in tlieoreUcal reasonings about the working of 
engines, we save a great deal of useless phraseology. 

As we have already shown how an area on the indicator 
diagram represents a quantity of work, we shall have no 
difficulty in understanding that it may also be taken to re- 
present a quantiiy of heit e [uivale it to the same quiniity uf 
work, that is the same number of foot pounds oi heat 

We may therefore express the reht on bet t ce i H and k 
still more concisely thus 

The quantity, H, of heat taken into the eng ne at tlie 
upper temperature s exceeds tht quantin It ol heat g ven 
out by the engine at the lower temperature t b> J. quantity 
of heat represented by the area A B c D on the indicator 
diagram. 

This quantity of heat is as we hi\e alreid) shown ( 
,nto mechanical work tj tht engine 



ON THE REVERSED ACTION OF CARNOTS ENGINE. 

tThe peculiarity of Camot's engine is, that whether it is 
xivmgheat from the hot body, or giving it out to the 
d body, the temperature of the substance in the engine 
i extremely little from that of the body in thennal 
ion with iL '&y supposing the tond'u.cS.vWei «t 
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(he bottom of the cylinder to be sufliciently 
supposing the motions of the piston to be sufficiently 
slow, ive may make the actual difference of temperature 
which causes the flow of heat to take place as small as we 
please. 

If we reverse the motion of the piston when the subsiante 
is in thermal communication with A or b, the first effect will 
be to alter the temperature of the working substance, but 
an exceedingly small alteration of temperature will be suf- 
ficient to reverse the flow of heat, if the motion is slow 
enough. 

Now let us suppose the engine to be worked backwards 
by exactly reversing all the operations already described. 
Beginning at the lower temperature and volume o a, let it 
be placed on the cold body and expand from volume oa to 
o d. It will receive from the cold body a quantity of heat 
/(. Then let it be compressed without losing heat to o c. 
It will then have the upper temperature s. Lei it then be 
placed on the hot body and compressed to volvime o t. It 
will give out a quantity of heat h to the hot body. Finally, 
let it be allowed to expand without receiving heat to volume 
o a, and it will return to its original state. The only difference 
between the direct and the reverse action of the engine is, 
that in the direct action the working substance must be a 
little cooler than a when it receives its heat, and a little 
warmer tlian B when it gives it out ; whereas in the reverse 
action it must be warmer than A when it gives out heat, and 
cooler than B when it takes he:it in. But by working the 
enjjine sufficiently slowly these differences may be reduced 
within any limits we please to assign, so that for theo- 
retical purposes we may regard Carnot's engine as sttialy 
reversible. 

In the reverse action a quantity A of heat is taken from 

the cold body b, and a greater ijuantity h is given to the 

, hot body a, this being done at the expense of a quantity of 

|trori: measured by the area jv u t: b, which also b 
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the quantity of heat into which this work is traosformed 
during the process. 

The reverse action of Carnot's engine shows us [hat it is 
possible to transfer heat from a cold body to a hot one, 
but that this operation can only be done at the expense of 
a certain quantity of mechanical work. 

The transference of heat from a hot body to a cold one 
nay be effected by means of a heat engine, in which case 
BTt of it is converted into mechanical work, or it may 
: place by conduction, which goes on of itself, but 
tithout any conversion of heat into work. It appears, 
Sierefore, that heat may pass from hot bodies to cold ones 
1 two different ways. One of these, in wliich a highly 
artificial engine is made use of, is nearly, but not quite 
completely, reversible, so that by spending tlie work we 
have gained, we can restore almost She whole of the heat 
from the cold body to the hot. The other moile of trans- 
fer, which takes place of itself wherever a hot and a cold 
body are brought near each other, ajjpears to be irreversible, 
for heat never passes from a cold body to a hot one of 
itself, but only when the operation is effected by the artificial 
engine at the expense of mechanical work. 

We now come to an important principle, which is en- 
rely due to Carnot. If a giien reversible engine, working 
etween the upper temperature s and the lower tempera 
Bre T, and receiving a quantity H of heat at the upper 
mperature, proilucea a quantity w of mechanical work, 
Bieo no other engine, whatever be its construction, can 
reduce a greater quantity of work, when supplied with 
e amount of heat, and working between the same 
pperatures. 
ItDbfinition of Efficiency. — // n is the supply of heat, 
'Ac work done by an engine, both measured in foot- 

hinfij, then tlu fraetion ^ is called the Efficiency of tiie 
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Carnot's principie, then, is that the efficiency of ti 
sibte engine is the greatest that can be obtained with a given 
range of temperature. 

For suppose a certain engine, i>t, has a greater efficiency 
between the temperatures s and t than a reversible engine 
N, then if we connect the two er.gines, so that M by its 
direct action drives n in the reverse direction, at each stroke 
of the compound engine s will take from the cold body 
B the heat /(, and by the expenditure of work w give to the 
hot body a the heat h. The engine m will receive this 
heat H, and by hypothesis will do more work while trans- 
ferring it to B than is required to drive the engine n. 
Hence at every stroke there i\t!1 be an excess of useful 
work done by the combined engint 

We must not suppose, however, that this is a violation of 
the principle of consen'ation of energy, for if M does more 
work than N would do. it converts more heat into work id 
every stroke, and therefore m restores to tlie cold body a 
smaller quantity of heat than n takes from iL Hence, the 
legitimate conclusion from the hypothesis is, that the com- 
bined engine will, by its unaided action, convert the heat 
of the cold body u into mechanical work, and that this 
process may go on till all the heat in the system is converted 
into work. . 

This is manifestly contrary to experience, and therefore 
we must admit that no engine can have an efficiency greater 
than that of a reversible engine working between the same 
temperatures. But before we consider the results of Car- 
rot's principle we must endeavour to express dearly the 
law which lies at the bottom of the reasoning. 

The principle of the conservation of energy, when applied 
I to heat, is commonly called die First Law of Thermo- 
I dynamics. It may be slated thus : When work is transforraei^ 
Pinto heat, or heat into work, the quantity of 
[' mechanically equivalent to the quantity of heat. 

The application of the law involves the existence^ 
^finical equivalent ot heat. 
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Camot's principle is not deduced from this 1; 
indeed Camot's own statement involved a violatic 
The law from which Carnot's pnnciple is deduced has been 
called the Second Law of Thermodyn amies 

Admitting heat to be a form of enei^ the second law 
asserts that it is impossible, by the unaided action of natural 
processes, to transfonn any part of the heat of a body into 
mechanical work, except by albwmg heat to pjss fioui that 
body into another at a lower temperature Clausius, who 
first stated the principle of Carnot in a manner consistent 
with the true theor)' of heat, expresses this law as follows: — 
It is impossible for a self-acting machine, unaided by any 
external agency, to convey heat from one body to another 
at a higher temperature. 

Thomson gives it a slightly different form ; — 
It is impossible, by means of inanimate material agency, 
to derive mechanical effect from any portion of matter by 
cooling it below the temperature of the coldest of the sur- 
rounding objects. 

By comparing together these statements, the student will 
be able to make himself master of the fact which they em- 
body, an acquisition which iviU be of much greater import- 
ance to him than any form of words on which a deraon- 
n may be more or less compactly constructed. 
30ie that a body contains energy in the form of heat, 
ire the conditions under which this energy or any 
t of it may be removed from the body? If heat in a 
|r consists in a motion of its parts, and if we were able 
I distinguish these parts, and to guide and control their 
Bions by any kind of mechanism, then by arranging our 
so as to lay hold of every moving part of the 
could, by a suitable train of mechanism, transfer 
y of the moving parts of the heated body to any 
ly in the form of ordinary motion. The heated 
ild thus Lie rendered perfectly cold, and all its 
:nergy «onld be nonverted into the visible motion 
e ether bodi 
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Now this supposition involves a direct contradiction to 
the second law of thermodynamics, bu 
the first law. The second law is therefore equivalent to a 
denial of our power to perform the operation just described, 
. either by a train of mechanism, or by any other method yet 
discovered. Hence, if the heat of a body consists in the 
motion of its parts, the separate parts which move musi 
so small or so impalpable that we cannot in any way lay 
hold of them to stop them. 

In fact, heat, in the fomi of heat, never passes out of it 
body except when it flows by conduction or radiation into a 
colder body. 

There are several processes by which the temperature of 
a body may be lowered without removing heat from it, such 
as expansion, evaporation, and liquefaction, and certain 
chemical and electrical processes. Every one of these, 
however, is a reversible process, so that wiien the boily is 
brought back by any series of operations to its original stale, 
n'ithout any heat being allowed to eater or escape durin;; 
the ptoce.ss, the temperature wi]] be the same as before, in 
virtue of tlie reversal of die processes by which the teoipera- 
lure was lowered. But if, during the operations, heat 
has passed from hot parts of the system to cold by con- 
duction, or if anything of the nature of friction has taken 
place, then to bring the system to its original state will 
require the expenditure of work, and the removal of heat. 

We must now return to the important result demonstrated 

by Camot, that a reversible engine, working between two 

given temperatures, and receiving at the higher temperature 

a given quantity of heat, performs at least as much work 

as any other engine whatever working under the same 

conditions. It follows from this that all reversible engines, 

I whatever be the working substance employed, have the 

L some efficiency, provided they work between the same 

I temperature of the source of heat a and the same tempera- 

Lttire of the refrigerator u. 

LjAgM^ C&mot showed that if we chooae twa b 
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tures difTering very slightly, say by yg'^-n of a degree, thel 
efficiency of au engine working between these temperatur 
will depend on the temperature only, and not on tiie sub^ 
stance employed, and this efficiency divided by the diffet-l 
euce of temperatures is the quantity called Ctirnofs/uiiciiiinfM 
a quantity depending on the temperature only. 

Carnot, of course, understood the temijerattire to heM 
estimated in the ordinary way by means of a thermometer "1 
of a selected substance graduated according to one of the-.J 
established scales, and his function is expressed in terras of \ 
the temperature so determined. But ^V. Thomson, in 1848, 
was the first to point out that Carnot's result leads to a 
method of defining temperature which is much mort 
scientific than anj' of tliose derived from the behaviour of ■ 
one selected substance or class of substances, and whic 
is perfectly indeiJendent of the nature of the substance 

iployed in defining it. 
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Let T A B c represent the isothermal line correspondin 
to temperature T for a cenain substance. For the sake c 
distinctness in the figure, 1 have supposed the substance to 1 
be partly in the liquid and partly in tlie gaseous state, so 
that the isothermal lines are horizontal, and easily dis- 
tinguished from the adiabatic lines, which slope downwards 
lu the right. The investigation, however, is quite indepen- 
dent of any such restriction as to the nature of the working 
substance. ^Vhen die volume and pressure of the substance 
are those indicated by the point a, let heat be applied 
and let the substance expand, always at the temperature t, 
till a quantity of heat H has entered, and let the state of 
the substance be then indicated by the point n 
the process go on tiU another equal quantity, h, of heat has 
entered, and let c indicate the resulting state. The process 
^my he carried on so as to find any number of points eo 
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tlie isothermal line, such that for each point passed during 
the expansion of the substance a quantity H of heat has been 
communicated to it. 

Now let A a' a", b b' b", c c' c" be adiabatic lines drawn 

through ABC, that is, lines 
^'°*^ representing the relation be- 

tween volume and pressure 
when the substance is allowed 
to expand without receiving 
heat from without 

Let t' a' b' c' and t" a" bV 
be isothermal lines corre- 
sponding to the temperatureb 
t' and t". 

We have already followed 
Carnot*s proof that in a re- 

' versible engine, working from 

the temperature r of the source of heat to the temperature t' 
(>f the refrigerator, the work w produced by the quantity of 
licat H drawn from the source depends only on t and t'. 

Hence, since a b and b c correspond to equal quantities 
t)f heat H received from the source, the areas a b b' a' and 
15 c c' ii', which represent the corresponding work performed, 
must be eciual. 

The same is true of the areas cut off by the adiabatic lines 
from the space between any other pair of isothennal lines. 

Hence if a series of adiabatic Hnes be drawn so that the 
points at which they cut one of the isothermal lines corre- 
spond to successive equal additions of heat to the substance 
at that temperature, then this series of adiabatic lines >\4ll cut 
otf a series of equal areas from the strip bounded by any two 
isothermal lines. 

Now Thomson's method of graduating a scale of tempera- 
ture is equivalent to choosing the points a a' a", from which 
to draw a series of isothermal lines, so that the area a B b' a' 
<^ntaineil between two consecutive isothemials t and x' shall 
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il be ei|ual to the area a' b' e" a" contained between any other I 

pair of consecutive isoliiermals t' t". 

It is the same assaj'ing that the nitmber of degrees between 
tiie temperature t and the temperature t" is to be reckoned 
proportional to the area a e b" a". 

Of course two things remain arbitrarj-, the standard tem- ' 

perature which is to be reckoned zero, and the size of the , 

degrees, and these may be chosen so that the absolute scale ' 

corresponds with one of the ordinary scales at the two 
standard temperatures, but as soon as these are determined I 

the numerical measure of every other temperature is settled, 
in a manner independent of the laws of expansion of any 
one substance — by a method, in fact, which leads to the same 
result whatever be the substance employed. 

It is true that the experiments and measurements required 
to graduate a thermometer on the principle here pointed out 
would be far mote difficult than those required by the 
ordinary method described in the chapter on Thermometry. 
But we are not, in this chapter, describing convenient methods 
□r good working engines. Our objects are intellectual, 
not practical, and when we have established theoretically ' 

the scientific advantages of this method of graduation, we I 

shall be better able to understand the practical methods by 
which it can be realised. 

We now draw the series of isothemlal and adiabatic lines 
in the following way : 

A particular isothermal line, that of temperature t, is cut 
by the adiabatic lines, so thai the expansion of the substance 
between consecutive adiabatic lines corresponds to successive 
ntities of heat, each equal to h, applied to the substance. 
s determines the series of adiabatic lines. i 

The isothermal lines are drawn so that the successive 

themials cut off from the space between the pair of 
ines A a' a" and e b' b" equal areas abb' a', 
&c. 
; isothermal lines so determined cut off equal areas' 
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from every other pair of adiabatic lines, so that IKe two 
systems of lines are such that all the quadrilaterals formed 
by two pairs of consecutive lines are equal in area. 

We have now graduated the isothemials on the diagrani 
by a method founded on Camot's principle alone, and in- 
dependent of the nature of the working substance, and it is 
easy to see how by altering, if necessary, the interval between 
the lines and the line chosen for zero, we can make the 
graduation agree, at the two standard temperatures, with 
the ordinary scale. 

EFFICEENCV OF A HEAT ENGINE. 

Let us now consider the relation between the heat supplied 
to an engine and the work done by it as expressed in tenne 
of the new scale of leniiierature. 

If the temperature of the source of heat is T, and if H is 
the quantity of heat supplied to the engine at that tempera- 
ture, then the work done by this heat depends entirely on 
the temperature of the refrigerator. Let t" be the tempera- 
ture of the refrigerator, then the work done by h is represented 
by the area a 11 b" a", or, since all the areas between the 
isothermals and the adiabatics are equal, let h c be the area 
of one of the quadrilaterals, then the work done by h will be 
H c (t — t"). The quantity c depends only on the tem- 
perature T. It is called Camot's Function of the tempera- 
ture. We shall find a simple definition of it aflenvards. 

This, therefore, is a complete determination of the work 
done when the temperature of the source of heat is t. It 
depends only on Camot's principle, and is true whether we 
admit the first law of thermodynamics or not 

If the temperature of the source is not t, but t*, we must 
consider what quantity of heat is represented by the expan- 
sion a' b' along the isothermal t'. Calling this quantity of 
heat h', the work done by an engine working between the 
temperatures t' and t" is 

W = li'c (t' — t:"V 
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Now Carnot supposed that h' = h, which would makej 
the efficiency of the engine simply _ = c (t' — t"), where Q 

is Camot's function, a constant quantity on this suppositioa; 
But according to the dynamical theory of heat, we getbyth<ri 
first law of thermodynamics 

h' = H - 
the heat being measured as mechanical work, or 

h' = H — H c (t - 
On this theory, therefore, the efficiency of the engineu 
working betiveen t' and t" is 

w _ H c (t' — iQ 

h'~ h - h C {t - tO 
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are doing ni 
principles from what we did for the sake of convenience iall 
describing the air thennometer. Absolute temperature on>f 
the air thermometer is merely a convenient expression of the 
laws of gases. The absolute temperature as now defined 
is independent of the nature of the thermometric substance. 
It so happens, however, that the difference between thesfl ~ 
tft-o scales of temperature is very small. The n 
will be explained afterwards. 
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It is plain that the work which a given quaniily of \usA ' 
h can perform in an engine can never be greater than Ihc 
mechanical equivalent of [rial heat, though tlie colder Uie 
refrigerator the greater proportion of heat is converted into 
work. It is plain, therefore, that if we determine t" the 
temperature of the refrigeiator, so as to make w the work 
mechanically equivalent to h, the heat received by the 
engine, we shall obtain an expr<^ssion for a state of things In 
which the engine would convert the whole heat into » 
and no body can possibly be at a lower temperature 
the value thus assigned to t". 

Putting w = h', we find t" = t — ^. 

This is the lowest temperature any body c 
in g this temperature zero, we find 
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zero is the T 
i nit ion of the 



or the temperature reckoned from absolute zero i 
reciprocal of Camot's function c. 

We have therefore arrived at a complete definition of the 
measure of temperature, in which notliing remains to be 
detemiined except the size of the degrees. Hitherto the 
size of the degrees has been chosen so as to be equal to the 
mean value of those of the ordinary scales. To convert the 
ordinary expressions into absolute temperatures we must add 
to the ordinary expression a constant number of degrees, 
which may be called the absolute temperature of the zero of 
the scale. There is also a correction varying at different 
parts of the scale, which is never very great when the tem- 
perature is measured by the air thermometer. We may now 
express the efficiency of a reversible heat engine in terras of 
the absolute temperat ire s of the source of heat, and the 
absolute temperature T of the refrigerator. If h is the 
quantity of heat supplied to the engine, and w is the quantity 
ftfwork performed, both estimated in dynaniica! measure, 
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The quantity of heat wliich is giien out to tlie refrigerator 
at temperature r is // = H — w = h— , whence 



that is, in a reversible engine the heat received is to the 
heat rejected as the absolute temperature of the source is to 
the absolute temperature of the refrigerator. 

This relation furnishes us with a method of determining 
the ratio of two temperatures on the absolute dynamical 
scale. It is independent of the nature of the substance 
employed in the reversible engine, and is therefore a perfect 
method considered from a theoretical point of view. The 
practical difficulties of fulfilling the required conditions and 
making the necessary measurements have not hitherto been 
overcome, so that the comparison of the dynamical scale of 
temperature with the ordinary scale must be made in a 
different way. (See p. 196.) 

Letus now return to the diagram 6g. ^3 (p. 156), on which 
we have traced two systems of lines, the isothermals and 
the adiabatics. To draw an isothermal line through a given 
point requires only a series of experiments on the substance 
at a given temperature, as shown by a thermometer of any 
kind. To draw a series of these lines to represent succes- 
sive degrees of temperature is equivalent to fixing a scale of 
temperature. 

Such a scale might be defined in many different ways, 
each of which depends on the properties of some selected 
substance. For instance, the scale might be founded on the 
expansion of a particular substanceat some standard pressure. 
In this ca-se, if a horizontal line is drawn to represent the 
standard pressure, then the isothermal lines of the selected 
substance will cut this line at equal intervals. If, however, 
the nature of tlie substance or the standard pressure be 
different, the thermometric scale will be in general different 
The scale might also be founded on the variation of pressure 
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of a substance confined in a given space, as in the case 
of certain applications of the air thermometer. 

It has also been proposed to define temperature so lint 
equal increments of heat applied to a standard substance 
will produce equal increments of temperature. This method 
also fails to give results consistent for all substances, because 
the specific heats of different substances are not in the same 
ratio at different temperatures. 

The only method which is certain to give consisteDt 
results, whatever be the substance employed, is that which is 
founded on Camot's Function, and the most convenient 
form in which this method can be applied is that which 
defines the absolute temperature as the reciprocal of CaraM's 
Function. We shall see afterwards how a comparison can 
be made between the absolute temperalure on the thermo- 
dynamic scale and the temperature as indicated by a 
thermometer of a particular kind of gas. 

To draw an adiabatic line through any point requires 
only experiments on the substance. The series of adiabatic 
lines in our diagram is defined so that when the substance 
expands at a certain temperature t, the same quantity of 
heat H causes it to pass from one adiabatic line to the next 
If we make this quantity of heat measured dynamically (that 
is in units of work) equal numerically to T, the absolute 
temperature of the standard isothermal line, then, as we have 
already shown, the area of every quadrilateral contained 
between two consecutive isothermals and I 



adiabatics will be CH =s — ■= i. To measure any area on 

the diagram we have only to count the number of these 
quadrilaterals contained in it. We must then mark the 
adiabatic lines, beginning with the line of no heat, with the 
indices o, i, 2, 3, &c, up to p, the index or number of the 
This quantity, j>, is called by Rankine the Thermo- 
dynamic Function~£_7i ; ■ w '„ . , 

It is probably impossible' to deprive a hotly entirely of 
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KesL If. however, we could do so, its tempernturu would 
be absolute zero, and the relation between its volume and 
its pressure at this temperature would be given by an 
isothermal line called the line of absolute cold. Of course 
: have no experimental data for determining the form 
pf this line for any actual substance. We can only re- 
L limit beyond which no line in the diagram 
■^can extend. 

In the seven chapters which follow we shall apply the prin- 
ciples of Thermodynamics to several important cases, avoid- 
ing as much as we can the introduction of the methods of 
the higher mathematics, by which most of the results are 
worked out in the original memoirs. It is hoped that the 
student may obtain some assistance from these chapters in 

I is study of Thermodynamics. He may, however, especially 
hen first reading the subject, pass on to Chapter XVI, 
ET T| Ti and T5 Tj represent two isothermal lines corre- 
sponding to two consecutive degrees of temperature. Let 
f, 9, and *5 ^5 represent two consecutive adiabatic hncs. 
Let A B c: D be the iiuadrilateral which lies between both 
these pairs of lines, If the lines are drawn close enough to 
each other we may treat this quadrilateral as a parallelo- 
gram. 

The area of this parallelogram is, as we have alreatly 
shown, equal to unity. 

Draw liorizonial lines through A and D to meet the line 
B C produced in k and q, then, since the parallelograms 
A B c D and A K Q D .stand on the same base and are between 
rhe same parallels, ihey are equal. Now draw the vertical 
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» aL^o equal to die original poralldognim a b c D. \^ 
therefore, ^e draw a il &om a horizontally to meet the 
bothermal t^ and a k yerticanjr to meet a horizontal line 
through i>, w^ shall have the fcrilowing relation : 

AK.A>( = ABCD. 

In the same way, if the horizontal line through a cuts the 
adiabatic line i^^^ ^ ^^^ ^^ verticals through d and B in 
m and n, and if the vertical line through a cuts the isothermal 
line T2 in m, the adiabatic line ^2 i^^ ^1 ^^^ ^e horizontal 
line through b in /, we shall get the following four values of 
the area of a b c d, including that which we have already 
invcHtigated : 

An(:i) = AK.A>^ = AL.A/=AM.A;W = AN.A« = I. 

Wc have next to interpret the physical meaning of the 
four pairs of lines which enter into these products. 

Wc must remember that the volume of the substance is 
measured horizontally to the right, and its pressure vertically 
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upwards ; that the interval between the isothermal lines 
represents one degree of temperature, the gradu; 
scale being as much subdivided as we please ', and that t 
interval between the adiabatjc lines represents the additionJ 
of a quantity of heaf whose numerical value is x, 
absolute cempetatnre. 

(i) A K represents the increase of volume for a rise 
temperature equal to one degree, the pressure being main- 
tained constant. This is called the (filatability of the 
substance per unit of mass, and if we denote the dilatability 
per unit of volume by n, a k will be denoted by v n. 

A k represents the diminution of pressure corresponding 
to the addition of a quantity of heat represented numerically 
byr, the temperature being maintained constant 

If the pressure is increased by unity, the temperature 
remainmg constant, the quantity of heat which is emitted 1^, 
the substance is — -. Since ak.a^si, — - = 



P 
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Hence the following relation between the dilatation und«i 
constant pressure and the heat developed by pressure. 

First Thermodynamic Relation. — If the pressure of a sub- 
stance be increased by unity while the temperature is main- 
tained constant, the quantity of heat emitted by the sub- 
stance is equal to the product of the absolute temperature 
into the dilatation for one degree of temperature under 
constant pressure. 

Hence, if the temperaiiire is maintained constant, those 
substances which increase in volume as the temperature 
rises give out heat when the pressure is increased, and 
those which contract as the temperature rises absorb heat 
when the pressure is increased. 

1(2) a l represents the increase of volume under constant 
Bssure when a quantity of heat numerically equal to t is 
mm un tea ted to the substance. 
A / represents the increase of piesswe 
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( reprecDts ibe tocrtasc of the pressure when a 
I, T. di beat i* commuiucated to the substance, the 



lU the dirainntiDii of volume when the sub- 
prcvenlcd from losing heat, is compressed ttll 
one dc^ee. Heoce : ^^^ 
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Fourth TkermodynamU Relatio?i. — — represents the 

rise of temperature due to a dirainulion of the volume 
by unity, no heat being allowed to escape, and this is equal 
to A N, the increase of pressure at constant volume due to 
a quantity of heat, numerically equal to t, communicated to 
the substance. 

We have thus obtained four relations among the physical 
properties of the substance. These four relations are not 
independent of each other, so as to rank as separate truths. 
Any one might be deduced from any other. The equality 
of the products a k^a k, &c., to the parallelogram a b c d 
and to each other is a merely geometrical truth, and does 
not depend upon thermodynamical principles. What we 
learn from the nnodyn amies is that the parallelogram and 
the four products are each equal to unity, whatever be the 
lature of the substance or its condition as to pressure and 
mperature. ' 

ON THE TWO MODES OF MEASURING SPECIFIC HEAT. 

The quantity of heat required to raise unit of mass of the 
tobstance one degree of temperature is called the specific 
ijieat of the substance. 
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If this quantity of heat is expressed in djrnamical measure 
it is tailed the dynamical specific heat. It is more usually 
expressed in terms of the thermal unit as defined in the 
chapter on Calorimetry with reference to water. To reduce 
this to dynamical measure we must multiply by Joule's 
mechanical equivalent of the thermal uniL 

But the specific heat of a substance depends on the mode 
in which the pressure and volume of the substance vary 
during the rise of temperature. 

There are, therefore, an indefinite number of modes of 
defining the specific heat. Two only of these are of any 
practical importance. The first method is to suppose the 
volume to remain constant during the rise of temperature. 
The specific heat under this condition is called the specific 
heat at constant %!ohime. We shall denote it by ft,. 

In the diagram the line a ii n represents the diffo'ent 
states of the substance when the volume is constant, a m 
represents the increase of pressure due to a rise of one 
degree of temperature, and a n that due to the application 
of a quantity of heat numerically equal to T. Hence to find 
the quantity of heat, k„ which must he communicated to 
the substance in order to raise its temperature one degree 
and so increase the pressure by a m, we have 
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The second method of defining specific heat is to suppose 
the pressure constant The specific heat under constant 
pressure is denoted by k^ 

The line a l k in the diagram represents the different states 
of the substance at constant pressure, a k represents the in- 
e of volume due to a rise of one degree of temperature. 
* L represents the increase of volume due to a quantity 
1 numerically equal to T. Now the quantity k,, of 
a the subgtance oi\e dcgtee, and therefore increaiB. 
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(A third mode of defining specific heat is sometimes 

lopted in the case of saturated steam. In this case the 

steam is supposed to remain at the point of saturation as 

ihe temperature rises. It appears, from the experiments of 

M. Regnault, as shown in the diagram at p. 135, that heat 

leaves the saturated steam as its temperature rises, so that 

specific heat is negative, a result pointed out by Clausius 

id Ranlcine.) 

I TWO MODES OF MEASURING ELASXrCITy. 

' The elasticity of a substance was defined at p. 107 to 
I of the increment of pressure to the com 
ssion produced by it, the compression being defined 
E> be the ratio of the diminution of volume to the original 

■■ require to know something about the therraa] 
conditions under which tlie substance is placed before we 
can assign a definite value to ihe elasticitj'. The only two 
conditions which are of practical importance are, first, 
when the temperature remains constajit, and, second, when 
there is no communication of heat. 

(i) The elastidty under the condition that the temperature 

tant may be denoted by v.g. 

I In this case the relation between volume and pressure is 

:fined by the isothermal iine D a. The increment of 

k A, and the diminution of volume is m a. 

illing the volume v, the elasticity at constant tempera- 



6.(2) The elasticity under the condition that heat 
ives the substance is denoted by e^, 
this case the relation between vo\\ime anA ^te^aM 
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defined by the adiabatic line a b. The increment of ^ 
is A /, and the decrement of volume is a «. Hence the 

elastidty when no heat escapes is 



There are several important relations among these 
quantities. In the first place, we find for the ratio of the 
specific heats, 



or the ratio of the specific heal at constant pressure to that 
at constant volume is equal to the ratio of the elasticity 
when no heat escapes to the elasticity at constant tempera- 
ture. This relation is quite independent of the principles of 
thermodynamics, being a direct consequence of the defini- 
tions. 

The ratio of Kp to K„ or of E^ to E», is commonly denoted 
by the symbol y : thus Kp = yK„ and e^, = yE^. 

Let us next determine the difference between the tvi'O 
elasticities 



E* - E» = V . 

The numerator of the fraction is evidently, by the geo- 
metry of the figure, equal to the parallelogram A B C R | 
Multiplying by k„ we find 

since a « . a n ^ a b C d, as we have shown. 
Since K, E^ = K„ E*. we also fincJ 

E, (K, - K.) = I V . i^. 

These relations are independent of the | 
tfdynamics. 




T we now apply the therm odynamical equation a ^ 
Wt, each of these quantities becomes equal to 

V M is the increment of pressure at constant volum 
per degree of temperature, a very important quantity. Thq 
results therefore may be written 

L K, (E^ - Es) = T V A M" = Ef (Kp - K,). 



CHAPTER X. 

ON LATENT HEAT, 



A VERV important class of cases is that in which the sub^ 
stance is in two different states at the same temperature a' 
pressure, as when part of it is solid and part liquid, o 
solid or liquid and part gaseous. 

In such cases the volume occupied by the substance mua^ 
be considered as consisting of two parts, Pi being that of the 
substance in the first state, and i:^ that of the substance in 
the second state. The quantity of heat necessary to convert 
unit of mass of the substance from the first state to the 
second without altering its temperature is called the Later 
Heat of the substance, and is denoted by l. 

During this process the voluine changes from ;/, to ij, i 
the constant pressure/. 

Let p s be an isothemial 
line, which in this case is hori- 
zontal, and let it correspond lo 
the pressure p and the tempe- 
rature s. 

Let Q T be another iso- 
mal line corresponding lo 

fe pressure q and the tempe- 
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Let B A and c D be adiahatic lines cutting the isothenDals 
•1 A e c D. 

Then the substance, in expanding at the temperature s 
(mm the volume p b to the volume p c, will absorb a 
quantity of heat equal to l - — - — , where l is the latent 

heal at temperature s. 

When the substance is compressed from Q i> to Q A at 
terop»ature t it will give out a quantity of heat equal to 



3 the temperature t. ^ 



P 



where the accented quantities refer to the temperature ' 

The quantity of work done by an engine when the indi- 
cating point describes the figure a b i: d on the diagram is 
represented by the area of this figure, and if the temperatures 
s and T are so near each oiher that we may neglect the 
curvature of the lines a b and c d, this area is 

I (b C + A d) P Q. 

If the difference i" 1 pressures p Q is very small, b c = a n 
nearly, so that we may write the area thus : 
B c (p - q). 

But we niay calculate the work in another way. It is 
equal to the heat absorbed at the higher temperature, 
multiplied by the ratio of the difference of the temperatures 
to the higher temperature. This is 




values of the work, we find the 
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be remembered that in calculating the 

_.._ difference of the pressures p and Q and the 

ice of the temperaUiTes s aT\d t m^ to \yt ^i^-^wsfA 
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■eiy small. In fact, this fraction is that which in the lan- 



guage of the differential calculus would be denoted by 



dp 



da' 

The student may deduce the equation at once from the 

»|hird thermodynamic relation at p. 160. 
The most important case of a substance in two different 
states is that in which the substance is partly water and 
partly steam at the same temperature. 

The pressure of steam in a vessel containing water at the 
same temperature is called the pressure of saturated steam 
voi aqueous vapour at that temperature. 

The value of this pressure has been determined for a great 

buraber of temperatures as measured on the ordinary scales. 

^he most complete determinations of this kind are those of 

RegnaulL Regnault has also determined l, the latent heat 

it of mass of steam, for many ditferent temperatures. 

Hence, if we also knew the value of ?', — f,, or the 

ifference of volume between unit of mass of water and the 

me when converted into steam, we should have all the 

t&ta for determining 3, the absolute temperature on the 

thermodynamic scale. 

Unfortunately there is considerable difficulty in ascer- 
taining the volume of steam at the point of saturation. If 
e place a known weight of water in a vessel, the capacity 
f which we can adjust, and determine either the capacity 
^responding to a given temperature at which the whole is 
It converted into steam, or the temperature correspondii^ 
i a given capacity, we may obtain data for determining 
e density of saturated steam, but it is exceedingly difficult 
I' observe either the completion of the evaporation or the 
ginning of the condensation, and at the same time to 
mid other causes of error. It is to be hoped that these 
fiiculties will be overcome, and then our knowledge of the 
per properties of saturated steam wit) enable us to compare 
Tt ordinary scales of temperature with the thermodynamic 
e through a range extending from —30° F. to 432° F. 
B.tiie meantime Clausius and Rankine made use of the 
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formula in order to calculate the density of saturated steam, 
assuming that the absolute temperature is equal to the teitt- 
perature reckoned from — 460° of Fahrenheit's scale. 

The same principle enables us to establish relations 
between the physical properties of a substance at the point 
at which it changes from the solid to the liquid state. 

The temperature of melting ice was always supposed to be 
absolutely constant till it was pointed out by Professor James 
Thomson ' that it follows from Camot's principle that the 
melting point must be lowered when the pressure increases; 
for if v^ is the i-olume of a pound of ice, and v^ that of a 
pound of water, both being at 32° F., we know that the 
volume of the ice is greater than that of the water. Hence 
if s be the melting point at pressure P, and t the melting 
point at pressure Q, we have, as at p. 172, 



If we make p = o and 3 = 3 
peratuie at pressure Q is 

T - 32- F. - („, 



' p., then the melting li 



v^) y ^-. 



Now the volume of a pound of ice at 32° F. is 0-0174 
cubic feet = v^, and that of a pound of water at the sMie 
temperature is o'oi6 cubic feet ^ v^. s, the absolute tempe- 
rature, corresponding to 32° F., is 492°. l, the latent heal 
required to convert a pound of ice into a pound of water, 
= 142 thermal units = 142 x 772 foot-poimds. Hence t, 
the temperature of melting, corresponding to a pressure of 
Q pounds' weight per square foot, is 

T = 32° — o°'ooooo63 X Q. 

If the pressure be that of « atmospheres, each atmosphere 
being a,ii6 pounds'' weight per square foot, 
T = 32° - o°-oi33 «■ 
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Hence the melting point of ice is lowered by about the 
seventy-fifth part of a degree of Fahrenheit for every 
additional atmosphere of pressure. TKis result of theory 
was verified by the direct experiments of Professor W. 
Thomson. ' 

Professor ]. Thomson has also pointed out the importance 
of the unique condition as to temperature and pressure under 
'hich water or any other substance can permanently exist 
the solid, liquid, and gaseous forms in the same vessel 
lis can only be at the freezing temperature corresponding 
the pressure of vapour at this freezing point. He calls 
this the triple point, because three thermal lines meet in it— 
(i) the steam line, which divides the liquid from the gaseous 
state ; (z) the ice line, which divides the liquid from the solid 
state; (3) the hoar-frost line, which divides the solid from the 



Whenever the volume of the substance is, like that of 
water, less in the liquid than in the solid state, the effect of 
pressure on a vessel containing the substance partly in a 
liquid and partly in a solid stale is to cause some of the 
solid portion to melt, and to lower the temperature of the 
whole to the melting point corresponding to the pressure. 
If, on the contrary, the volume of the substance is greater ir^ 
the liquid than in the solid state, the effect of pressure is to 
sohdify some of the liquid part, and to raise the temperature 
to the melting point corresponding to the pressure. To 
determine at once whether the volume of the substance is 
the liquid or the solid state, we have only to 
(bserve whether solid portions of the substance sink or swim 

the melted substance. If, like ice in water, they swim, 

the volume is greater in the solid state, and pressure causes 

meltingand lowers the melung point. If, like sulphur, wax, 

and most kinds of stone, the solid substance sinks in the 

id, then pressure causes solidification and raises I 

idng point 

Freceedings of till R(^l Scciety of EdiiihuTghi 1850, 
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t^ pieces of ice at the mdting point are pressed 
~ E pRssBc oases mehiag to take pUce at the 
die sBE&ce in coaaa. The water so rometl 
of the may and the temperatuie is loweicd, 
as l^ pnssure dimiDishts the two parts are 
witli ice at a lempeiataie below 32°. This 
iscaUcd Rcgdatioa. 
known that the temperature of the eanh increases 
so ii»ai ai the bottom of a deep boring it is 
bona than at the surfece. We shall see thai, 
we suppose the present state of thiags to be of no 
^eat antiqutif, this increase of temperatuie must go on to 
mtich gnater depdts than anjr of our borings. It is easy on 
this SMpposiiioB to calculate at what depth the lenipenituie 
would be equal to that 3t which most kinds of stone meli m 
our furnaces, and it has been sometimes asserted thai at this 
depth we ^lould find everything in a state of fosioa But 

must recollect diat at such depths tliete 
pressure, and therefore rocks which in our furnaces 
be melted at a certain temperature may remain solid 1 
much greater temperatiu-es in the heart of the earth. 



CHAPTER XI. 



I 



The physical properties of bodies in the gaseous state are 
; simple than when they are in any otlier slate. The 
relations of the volume, pressure, and temperature a« 
then more or less accurately represented by the lam 
Boyle and Charles, which we shall speak of, for breviQf 
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the ' gaseous laws.' We may express them in the following-l 
fo™: \ 

Let V denote the volume of unit of mass,/ the pressure^! 
/ the temperature measured by an air thermoraeter ; 
reckoned from the absolute zero of that instrument, theOr'J 

the quantity — ^ remains constant for the same gas. 

We here use the symbol t to denote the absolute tempera I 
lure as measured by the air thermometer, reserving the ^ 
symbol 8 to denote the temperature according to the ' 
absolute thermodynamic scale. 

We have no right to assume without proof that these two 
quantities are the same, although we shall be able to show 
by experiment that the one is nearly equal to the other. 

It is probable that when the volume and the temperature \ 
are sufficiently great all gases fulfil with great accuracy the I 
gaseous laws ; but when, by compression and cooling, the I 
cas is brought near to its point of condensation into the I 
liquid form, the quantity -i becomes less than it 

the perfectly gaseous state, and the substance, though stilts 
apparently gaseous, no longer fulfils with accuracy tht," 
gaseous laws. (See pp. n6, 1J9) 

The specific heat of a gas can be determined only by &1 
course of experiments involving considerable difficulty and I 
requiring great delicacy in tlie measurements. The gas I 
must be enclosed in a vessel, and the density of thel 
gas itself is so small that its capacity for heat forms buti 
a small part of the total capacity of the apparatus. Any'^ 
error, therefore, in the determination of the capacity either 
of the vessel itself or of the vessel with the gas in it will 
produce a much larger error in the calculated specific heal of 
the gas. 

Hence the determinations of the specific heat of gases j 
were generally very inaccurate, till M. Regnault br- 
ail the resources of his experimental skill to beatj 
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investigation, and, by making the gas pass in a conunno 
current and in large quantities through the tube of his calori- 
meter, deduced results which cannot be far from the truth. 

These results, however, were not published till 1853, butin 
the meantime Rankine, by the application of the priodptes 
of thermodynamics to facts already known, determined 
theoretically a value of the specific heat of air, whidi he 
published in 1850. The value which he obtained differed 
from that which was then received as the best result of direct 
experiment, but when Rcgnaulfs result was published it 
agreed exactly with Rankine's calculation. 

We must now explain the principle which Rankine 
applied. When a gas is compressed while the temperature 
remains constant, the product of the volume and pressure 
remains constant Hence, as we have shown, the elasticity 
of the gas at constant temperature is numerically equal to its 
pressure. 

But if the vessel in which the gas is contained is incapable 
of receiving heat from the gas, or of communicating heat to 
it, then when compression takes place the temperature will ■ 
rise, and the pressure will be greater than it was in the 
former case. The elasticity, therefore, vril! be greater in the 
case of no thermal communication than in the case of 
constant temperature. 

To determine the elasticity under these circumstances in 

this way would be impossible, because we cannot obtain a 

vessel which will not allow heat to escape from the gas 

within il. If, however, the compression is effected rapidly, 

there will be very little time for the heat to escape, but 

then there will be very little time to measure the pressure 

in the ordinary way. It is possible, however, after copi-, 

I pressing air into a large vessel at a known temperature, to 

l open an aperture of considerable size for a time which iSj 

\ sufficient to allow the air to rush out till the pressure is the 

me within and without the vessel, but not sufficient to 

W ffludl heat to be absorbed by the air from the sid.e^ «^ 
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vessel. When the aperture is closed the air is somewhat 
cooler than before, and though it receives heat from the 
sides of the vessel so fast that its temperature in the cooled 
state cannot be accurately observed with a theronoraeter, the 
amount of cooling may be calculated by observing the 
pressure of the air within the vessel after its temperature has 
become equa! to that of the atmosphere. Since at the 
moment of closing the aperture the air within was cooler than 
the air without, while its pressure was the same, it follows 
that when the temperature K-ithin has risen so as to be 

[ual to that of the atmosphere its pressure will be greater. 

Let/, be the original pressure of the air compressed ir 
lel whose volume is v ; let its temperature be t, equal 
of the atmosphere. 

Part of the air is then allowed to escape, till the pressure 
within the vessel is p, etiual to that of the atmosphere ; let 
the temperature of the air remaining within the vessel be 
Now let the aperture be closed, and let the temperature 
the air within become again T, equal to that of the atmosphi 
and let its pressure be then p^. 

To determine /, the absolute temperature of the air whi 
cooled, we have, since the volume of the enclosed airi 
is constant, the proportion 

p -.pi '.: f. T, 
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3'his gives the cooling effect of expansion from thi 

E p^ to the pressure P. To determine the 
biding change of volume we must calculate the volum 
nnally occupied by the air which remains in the vessel. ' 
pt the end of the experiment it occupies a volume v, at | 
e pi and a temperature t. At the beginning of tl 
ment its pressure was /, and its temperani!^ J 
B the volume which it then occupied was v c*i 




uce we 

I 

e, it » II 



t Ibe tmtitnf at constant t^nperature 
tsmnocncaDjeqaal wtfac pBaoe^cep. III). Heuce we 
~ ~K Aentloeof r, liiemiBof die two dastkilies, 

A-/, 

mtxacay, 

log /, — log p 

~ tog/, - logA" 
AithoQgh this mettod of deternunhig tbe dasticitr ii 
ase of no tfa«cm.U commtinkariaD b z psacticable one, it is 
\ b]r na means the most perfect method. It is difficult, for 
I instance, to arrange the experimenl so that the pressore 
I Ittajr be completely equalised at the time the aperture is 
I dosed, while *t the same time no sensible portion of heat 
I tl-is b««D communicated to the air from the si(!es of the 
I V^sel. It is also cecessanr to ensure that no air has en- 
I Icfed &om without, and liiat the motion within the vessel has 
I subsided before the aperture is closed. 

But the velocity of sound in aii depends, as we shall 
I •fterwanis show, on the relation between its density and its 
: duiing the rapid condensations and rarefacti(OTS 
I occur (luriog the propagation of sound. As these 
H of pressure and deasii)- succeed one another several 
"~ 1 several thousand, times in a second, the 

luj^ by compression tn one part of the air has no 
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time to travel by contiuction to parts cooled by expansion, 
even if air were as good a conductor of heat as copper is. 
But we know that air is really a very bad conductor of heat, 
so that in the propagation of sound we may be quite certain 
that the changes of volume take place without any appreci- 
able communication of heat, and therefore the elasticity, as 
^^educed from measurements of the velocity of sound, i 
^Biat corresponding to the condition of no thermal communi- ] 

Krh. 

r 



\ The ratio of the elasticities of air, a 
Q the velocity of sound, is 
y = I -403. 



deduced from expo 



This 



s also, as we have shown, the ratio of the specific 
constant pressure to the specific heat at constant 



heat at 
volume. 

These relations were pointed out by Laplace, long before 
the recent development of thermodynamics. 

We now proceed, following Rankine, to apply the thernio- 
—dynamical equation of p. 171: 

Ee(K„ - K,) = T v(am)». 

In the case of a. fluid fulfilling the gaseous laws, 
■also such that the absolute zero of its thermometric 
coincides with the absolute zero of the thermodynamic: 
we have 





^ l82 Application of Tlicintiodynamics to Gases. 

\ ibot-poiiods by Regnatilt's experiments on ai 
I is 53"2i foot-pounds per degree of Fahrenheit. 
I This is the work done by one pound of air in expanding 
•under constant pressure while the temperature is raised one 

■ degree Fahrenheit 
I Now K, is the mechanical equivalent of the heal required 
[■to raise one pound of air one degree FaJirenheit without 
» any change of volume, and k^ is the mechanical equivaleot 
k of the heat required to produce the same change of tempera- 
I ture when the gas expands under constant pressure, so that 
I Kp — K, represents the additional heat required for the ex- 
I pansion. The equation, therefore, shows that this additional 
\ heat is mechanically equivalent to the work done by the 

air during its expansion. This, it must be remembered, 

is not a self-evident truth, because the air is in a different 
, condition at the end of the operation from that in which 
I it was at the beginning. It is a consequence of the fact, 
I discovered experimentally by Joule (p. 196), that no change 

of temperature occurs when air expands without doing 

external work. 

We have now obtained, in dynamical measure, the differ- 
[ ence between the two specific heats of air. 
I We also know the ratio of Kj, to K, to be 1 '408. Hence 
I K, = 53JJ.= 130-4 foot-pounds per degree Fahrenheit, 

[ and 

[ Kp = K, -(- S3'?i = i83'6 foot-pounds per degree Fah. 
L Now the specific heat of water at its maximum density is 
I Joule's equivalent of heat: for one pound it is 772 foot- 
ftpounds per degree Fahrenheit. ^^m 

B Hence if c^ is the spt:eific heat of air at constant pre^^^f 
Befetred to that of water as unity, ^^H 

I ■ 

^^JJu^^^IcuIaUqb was pabUt^hed by Ilankine in iSjo.^^^H 
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^i^alue of the specific heat of air, determined directly 
Q CKperiment by M. Regnault and published in 1853, is 
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CHAPTER XII. m 

ON THE INTRINSIC ENERGY OF A SYSTEM OF BODIES, 

B"he energy of a body is its capacity for doing work, and 
« measured by the amount of work which it can be made 
The Intrinsic energy of a body is the work which it 
an do in virtue of its actual condition, without any supply 
of energy from without. 

Thus a body may do work by expanding and overcoming 
pressure, or it may give out heat, and this heat may be 
converted into work in whole or in part. If we possessed a 
perfect reversible engine, and. a refrigerator at the absoluti: 
zero of temperature, we might convert the whole of the heal 
which escapes from the body into mechanical work. As we 
cannot obtain a refrigerator absolutely cold, it is impossible, 
even by means of perfect engines, to convert oil the heat 
into mechanical work. We know, however, from Joule's 
eitperimeots, the mechanical value of any quantity of heat, 
30 that if we know the work done by expansion, and the 
quantity of heat given out by the body during any alteration 
(fits condition, we can calculate the energy which has been 
fatpended by the body during the alteration. 
I As we cannot in any case deprive a body of all its heat, 
lad as we cannot, in the case of bodies which assume the 
s form, increase the volume of the containing vessel 

fficiently to obtain al! the mechanical energy of the ex- 
^nsive force, we cannot determine experimentally the whole 
energy of tlie body. It is sufficient, however, for all 
practical purposes to know how much the energy exceeds 
or iaUs short of the energy of the body in a certain definite 
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condition ^for instance, a 
Standard pressure. 

In all questions about the mutual action of bodies we are 
concerned with the difference between the energy of each 
body in different states, and not with its absolute value, so 
that the method of comparing the energy of the body at 
any time with its energy at the standard temperature and 
pressure is sufficient for our purpose. If the body in its 
actual state has less eneigy than when it is in the standard 
state, the expression for the relative energy will be nega- 
tive. This, however, does not imply that the energy of 
a body can ever be really negative, for this is impossible. 
It only shows that in the standard state it has more energy 
than in the actual state. 

Let us compare the energy of a substance in two different 
states. Let the two states be indicated in the diagram by 
the points a and b, and let the intermediate states through 
which it passes be indicated by the line, straight or curved, 
which is drawn from a to b. 

During the passage from the state a to the state a the body 
does work by its pressure while expanding, and the quantity 
of energy expended in this way is measured by the area 
A B 5 ff contained by the curve a b, the vertical lines from a 
and B, and the line of no pressure. If from a and b we draw 
adiabaticlinesAnand B/3,and 
produce them (in imagiua- 
tion) till they meet the line of 
absolute cold, then the heat 
given out by the substance 
during the change of state is 
represented by the area con- 
tained between the curve a B, 
the two adiabatic lines a u and 
B ji, and the line of absolute 
cold, which probably coincides 
Vikh the line of no pressure. 
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"^ow the energy of the substance in the stite represeutta] 
by A exceeds its energy in the state represented by b by the 
sum of the two portions of ener^ given out by the body in 
ihe form of mechanical work and in the form of heat, that 
is by a quantity represented by the sum of the two areas ■ 
x-^b a and A B /3 a. Now this is the quantity by which the J 
area bounded by A 17, A o, and the hne of no pressure exceeds J 
that bounded by b i, e /3, and the line of no pressure. | 
This therefore represents the excess of the enei^ ii 
slate A over the energy in the state b. 

Since we may suppose the point B on the hne of no pres- J 
sure, and as the energy would then be zero, we may define 1 
theoretically the total energy in the state represented by A I 
as the area contained between the vertical line A c 
adiabatic line A n, and the line of no pressure a b v. 

The excess of the intrinsic energy of the substance as 
thus defined when in a given state above its intrinsic energy 
at the standard temperature and pressure is the relative 
intrinsic energy of the substance, with which alone we hav<fj 
here to deal. 
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suppose that a number of different substances are ' 
laced in a confined region, the volume of which is ' 
that no heat is allowed to escape from this region, though it 
may pass ft-oni one body to another within it 

Let us also suppose that we are able to make use of all 
the work done by the expansion of the different substances. 
Since they are in a confined space, one substance can 
expand only by compressing others, and work will be done 
only as long as the expanding substance has a greater pres- 
sure than those which it compresses. Hence, when all the 
substances are at the same pressure, no more work can be 
done in this way. 

Finally, let us suppose that we are able by means of « J 
letfect heat engine lo transfer heal from one of the substarcH 
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to another. Work will be done only when the best it 
transferred from a hotter to a colder substance. Hence, 
when all the substances are reduced to the same temperatore, 
no more work can be obtained in this way. 

If, therefore, a nutnber of substances are contained in a 
vessel which allows neither matter nor heat to pass its walls, 
the energy which can be converted into mechanical wort 
will be entirely exhausted when all the substances are at the 
eame pressure and the same temperature. To obtain any 
more work from the system, we must allow it to communicate 
either mechanically or thermally with bodies outside the 
vessel. Hence only a part of the whole intrinsic energ)- of 
the system is capable of being converted into mechanical 
work by actions going on within the vessel, and without anj- 
communication with external space by tlie passage either uf 
matter or of heat. This part is sometimes caUcd the Available 
Energy of the system. Clausius has called the remainder ot 
the energy, wliich cannot be converted into work, ilie Entropy 
of the system. We shall find it more convenient to adopt tlii; 
su.^estion of Professor Tait, and give the name of Entropy 
to the part which can be converted into mechanical work. 

Definition of Entropy. — The Entropy of a system is 
the meckanical work it can perform without communication of 
heal, or alteration of its total volume, all transf-rence of Afli( 
being performed by reversible engines. 

When the pressure and temperature of the system have 
become uniform the entropy is exhausted. 

The original energy of the system is equal to the sura of 
the entropy and the energy remaining in the stite of unifonn 
pressure and temperature. 

The entropy of a system consisting of several component 
systems is the same in whatever order the entropy of the 
parts is exhausted. It is therefore equal to the sura of the 
entropy of each component system, together with the entropy 
of the system consisting of the component systems, each widl 
^^^WQ entropy exhausted. - _ 
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When the parts of a system are at different teraperatun 
and if there is thermal communication between the to, heat 
will pass from the hotter to the colder parts by conduction 
and radiation. The result of conduction and radiation is 
invariably to diminish the difference of temperature between 
the f>arts of the system, and the final effect is to reduce the 
whole system to a uniform temperature. 

During this process no external mechanical work is done, 
and when the process Is completed, and tiie temperature of 
the system has become uniform, no work can be obtained 
from the thermal energy of the system. 

Hence the result of the conduction and radiation of heat 
from one part of a system to another is to diminish the 
entropy of the system, or the energy, available as work, 
which can be obtained from the system. 

The energy of the system, however, is indestructible, and 
as it has not been removed from the system, it must remain 
in it. Hence the intrinsic energy of the system, when the 
entropy is exhausted by.thernial communication, conduction, 
and radiation, is equal to its original enei^, and is of course 
greater than in the case in which the entropy is exhausted 
by means of the reversible engine. 

Again, when the parts of the system are at different 
pressures, and there is material communication by open 
channels between them, there will be a tendency of the 
parts of the system to move, and the result of this motion 
will be to equalise the pressure in the different parts. If 
the enei^ developed in this way is not gathered up and 
used in working a machine it will be spent in giving veiocily 
to the parts of the system. But as soon as this motion is 
set up it begins to decay on account of the resistance which 
all substances, even in the gaseous state, offer to the 
relative motion of their parts. This resistance in the case 
of solid bodies sliding over each other is called Friction. 
In fluids it is called Internal Friction or Viscosity. In 
every case it tends to destroy the relative morion of 
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the parts, and to convert the energy of this moiion if*' 
heat 

\i, therefore, the system contains portions of matter in 
which the pressure is different, and if there is a material 
communication (that is, an open passage of any kind) 
between these portions, the part of the entropy depending 
on difference of pressures will be converted first into viable 
motion of the parts, and, as this decays, into heat 

It is possible to prevent material communication between 
the parts of a system by enclosing the substances in vessels 
through which they cannot pass. But it is impossible W 
prevent thermal communication between the parts of tiw 
system, because no substance known to us is a non-conductu 
of beat Hence the entropy of every system is in i. state 
of decay unless it is suppUed from without. 

This is Thomson's doctrine of tlie Dissipation of Energy.' 
Energy is said to be dissipated when it cannot be rendered 
available as mechanical energy. The energy which is noi 
yet dissipated is what we have here, following Tail, called 
Entropy. The theory of entropy, in this sense, was given 
by Thomson in rSs3-^ The name, however, was firel 
employed by Clausius in 1854,^ and it was used by him to 
denote the energy already dissipated. 

The law of communication of heat, on which we founded 
our first definition of temperature ; the principle of Caroot, 
and the second law of thermodynamics ; and the theory of 
Dissipation of Energy, may be considered as expressions of 
the same natural fact tt-ith increasing degrees of scientific 
completeness. We shall return to the subject when we 
come to molecular theories. 

' ' On a Univerenl Tendency in Nnlurc to DwHpation of EDeiK7-' 

—Pha. Mag. atid Prac. R.S.E. 1852. 

[ ■ 'On the Restoration of Mechanical Enerj;y trom an qomABQ 

L heated Space. '~P4i7. Mag. Feb. 1S53, j^h 

\ * Poss- '^""- ^^^- '^54- ^^^1 
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77i£ory of a Fluid in which no External Work it 
during a Change of Presiure. 
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Let a fluid be forced through a small hole, or one or more 
narrow tubes, or a porous plug, and let the work done by 
the pressure from behind be entirely employed in over- 
coming the resistance of the fluid, so that when the fluid, 
after passing through the plug, has arrived at a certain point 
its velocity is very small. Let us also suppose that no heat 
enters or leaves the fluid, and that no sound or other 
vibration, the energy of which is comparable with that 
which would sensibly alter the temperature of the fluid, 
escapes from the apparatus. 

We also suppose that the motion is steady^that is, that 
the same quantity of the fluid enters and issues from the 
apparatus in every second. 

During the passage of unit of mass through the apparatus, 
if p and v are its pressure and volume at the 
section a before reaching the plug, and p,v ^ 

the same at the section b after passing through 
it, the work done in forcing the fluid through 
the section a is p v, and the work done by tlie 
fluid in issuing through the section b is/ s, so 
that the amount of work communicated to the 
fluid in passing through the plug \%vy — pv. 

Hence, ifE is the energy of unit of mass of 
the fluid while entering at the section .4, and e the energy of 

" . of mass issuing at the section b, 



s. + r\=-€-\pv 
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That is to say, the sura of the intrinsic energy aad'9 
product of the volume and the pressure remains the same 
after passing through the plug, provided no heat is lost or 
gained from external sources. 

Now the intrinsic energy e is indicated on the diagram 
by the area between a a an 
adiabatic line, Ada vertical 
line, and a bv the line of no 
pressure, and p v is represent- 
ed by the rectangle kfioa. 
Hence the area included by 
n A p ov, the lines a a and v 
being produced till they meet, 
represents the quantity whicli 
remains the same after passing 
through the plug. Hence in 
the figure the area a/jr is 
equal to the area contained 
between bk and the twn adiabatic lines r a and b (i. 

We shall next examine the relations between the differeni 
properties of the substance, in order to detennine the rise of 
temperature corresponding to a passage through the plug 
from a pressure P to a pressure/, and we shall first suppose 
that pis not much greater than/. 

Let A c be an isothemi.il line through A, cutting j" b in c, 
and let us suppose that the passage of the substance from 
the state represented by A to the state represented by B is 
effected by a passage along the isothermal line a c, followed 
by an increase of volume from c to B. The smaller the 
(ilstance A B, the less will the results of this process differ 
rom those of the actual passage from a to b, in whatever 
Hanner this is really efferted. 
In passing from a to c, at the constant temperature 8, (he 
e diminishes from p top. The heal absorbed dur&ig 
S process is, by the first thermodynamic relation (p. ilSs)i 
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Free Expansion. 

pfherea is the dilatation of unit of volume at constant p 
e per degree of temperature. 

1 In passing from c to B the substance expands at consta 
^Itessure, and its temperature rises from 8 to + r. 

- The heat required to produce this rise of temperature is 



(here Kp denotes the specific heat of the substance al c 

f The whole heat absorbed by the substance during the 

assage from a b is tlierefore 

(p -/) vO« + K,r, 
and this is the value of the area betiveen a b and the twoj 
adiabatic lines a n, b /3. 

Now this is equal to the area \ p q % at {^ ~ /) v. 

Hence we have the equation 

K,r = (p-/)V(I -9<.) . . . {2) 

where Kp denotes the specific heat of unit of mass at con- 
stant pressure, expressed in dynamical measure ; 

r, the rise of temperature after passing through the plug ; 
Y — p, the small ditTerence of pressure on the two sides 
the plug ; 

V, the volume of unit of mass (when p — / is so great a 
to cause considerable aketiation of volume, this quat]tin| 
must be treated differently) ; 

fl, the temperature on the absolute dynamical scale ; 
,fl, the dilatation of unit of volume at constant pressuT 
per degree of temperature. 

There are two cases in which observations of the rise (■ 
fall) of temperature may be applied to determine quantities 
of great importance in the science of heat. 

r. To Delermine the Dynamical Equivalenl of Hea 
that in which the substance is a liquid 
r tnetcury, the volume of «'hich is but slightly 
Essiire or by temperature. In this casi 



an may be tlHir^ 



measure of the I 
when we know I 



192 fnr Expansion. 

vaiy so little that the effect of its variation may 
into account aa a correction required only in calculations of 
great accuracy. The dilatation a is also very small, so mudl 
so that the product 8 a, though not tobe absolutely needed, 
may be found with sufficient accuracy witijout a very accutate 
knowledge of the absolute value of 8. 

If we suppose the pressure to be due to a depth of flnld 
equal to h on one side of the plug and k on the other, Qkb 

where p is the density, and g is the numerical . 
force of gravity. Now 

Vp= I, 

so that equation (2) becomes 

K„r=f(H-,4)(l -fla), 

an equation from which we can determine k^ when w 
r the rise of temperature, and h — A the difference of level 
of the liquid, a its coefficient of dilatation by heat, and 
(within a moderate degree of exactness) S the absolute tem- 
perature in terms of the degrees of the same thermometer 
which is used to determine r. 

The quantity Kp is the specific heat at constant pressure, 
that is the quantity of heat which will raise unit of mass of 
the substance one degree of the thermometer. It is ei- 
pressed here in absolute dynamical measure. 

If the specific heat is to be expressed in gravitation 
measure, as in foot-pounds, we must divide by^, the force 
of gravity. If the specific beat is to be expressed in terms 
of the specific heat of a standard substance, as, for instance, 
water at its maximum density, we must divide by j, the 
specific heat of this substance. 

We have already shown how by a direct experiment t 

compare the specific heat of any substance with that of 

, Vater, If the specific heat expressed in this way is denoted 

^jiteKa is the same qawa'!'^ ^iqjtesaed in a ' 
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measure, then the mechanical equivalent of the thermal 



The quantity j is called Joule's Mechanical Equivalent 
of Heat, because Joule was the first to determine its value 
by an accurate method. It may be defined as the specific 
heat, in dynamical measure, of water at its maximum 
density. 

It is equal to 772 foot-pounds at Manchester per pound 
of water. If we alter the standard of mass, we at the same 
time alter the unit of work in the saroe proportion, so that 
ive must still express j by the same number. Hence we 
may express Joule's result by saying that the work done by 
any quantity of water in falling 772 feet at Manchester is 
capable of raising that water one degree Fahrenheit. If we 
wish to render the definition independent of the value of 
gravity at a particular place, we have only to calculate the 
velocity of a body after falling 772 feet at Manchester. The 
energy corresponding to this velocity in any mass of water 
is capable when converted into heat of raising the water one 1 
degree Fahrenheit 

There are considerable difficulties in obtaining the value of 1 
J by this method, even with mercury, for which a pressure 
of 35 feet gives a rise of one degree Fahrenheit 

2. To Determine the Absolute Zero of the Thermodynamie I 
Scale of Temperature. — The most important application of 
the method is to determine the absolute zero of temperature 
on the thermodynamic scale as compared with the absolute 
zero of an air thermometer. 

For this purpose, air or any other gas which fulfils with 
sufficient accuracy the laws of Boyle and Charles is forced in 
a steady current through a porous plug, and the difference of ' 
remperatures on the two sides of the plug is observed. 

In this case we have -f- constant, and a = ~, 
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In this expression / is the absolute lempeiatuie ii! 
by a ihetmometer consisting of the gas employed in the experi- 
ment and is the absolute temperature on the dynamiul 
scale. 

The ex{)ression is true only when p — / is small com- 
pared with p or/. When, as is the case in actual eKperimenK, 
p is several times/, we must consider the pressure as sinking 
ftom p to / by a series of small steps, and trace the change 
of temperature from step to step. To do this requires apro- 
cess of the same nature as that described in our calculaBon 
of the height of a mountain {Chapter XrV.} The result is 

that. Instead of — ^^, we must wTite I 

P 
logarithm is Napierian, or 



where the logarithm 
whence = 
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nn expression which gives the absolute temperature B in 
terms of the temperature / reckoned from the absolute zero 
of a thermometer constructed of the gas used in the experi- 
ment Here Kp is the specific heat of the gas at constant 
pressure, and t is the increase of temperature after passing 
through the porous plug. 

In the case of most of the gases examined by Joule 
and Thomson there was a slight cooling effect on ihe 
gas passing through the plug. In other words, r was nega- 
tive, and the absolute temperature was therefore higher than 
that indicated by the gaseous thermometer. The ratio, 
therefore, in which the gas expanded betweenjwo standard 
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temperatures was greater than the true ratio of these tera- ■ 
peratures on the thermodynamic scale. The cooling effectJ 
was much greater with carbonic acid than with oxygen, ^ 
nitrogen, or air, as was to be expected, because we know 
from the experiments of Regnault that the dilatation of 
carbonic acid is greater than that of air or its constituents. 
It was also found, for all these gases, that the cooling effect . 
was less at high temperatures, which shows that i 
temperature rises the dilatation of the gas is mor 
more accurately proportional to the absolute temperature^ 
of the thermodynamic scale. 

The only gas which exhibited a contrary effect 
hydrogen, in wliich there was a slight heating effect a 
passing the plug. 

The result of the experiments of Joule and Thomson! 
was to show that the temperature of melting 
273°'7 on the thermodynamic scale, the degrees being ' 
such that there are 100 of them between this temperature 
and that of the vapour of boiling water at the standard 
pressure. 

The absolute zero of the thermodynamic scale is there-, 
fore —2T^°"j Centigrade, or — 46o°-65 Fahrenheit, 

It appears, therefore, that, in the more perfect gases, the^ 
cooling effect due to expansion is almost exactly balanced 
by the heating effect due to the work done by the expansion 
when this wotk is whoUy spent in generating heat in the 
gas. This result had been already obtained, ahhough by a 
method not admitting of such great accuracy, by Joule,' wh 
showed that the intrinsic energy of a gas is the same n 
the same tempcratuie, whatever be the volume which I 
occupies. 

To test this, he compressed air into a vessel till it c 
tained about a a atmospheres, and exhausted the air fromj 
These vessels were then connected 1 
' Phil. Aljg. May 1845. 
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meaiu of a pipe dosed bjr a stopcock and the wMe^te^' 
in 2, vcskI of waler. 

After 3 sufficient dn>e the water was thowj^ flM )' sdnoi, 
and its temperature taken by means of a delicate diomo- 
meter. The stopcock was then opened Ijj ta^tBs of a proper 
key, and the air allowed to pass from d>e fiill into the emptr 
vessel till equilibrium was established between the twa 
Lastly the water was again stnied and its 
carefully noted. 

From a cumber of experiments of this kind, 
corrected for all sources of mor, Joule was led to ihc 
concluBion that rw change of temperature etxitrf vikat air 
it a//tKtfed to expand in such a manner as net lo dad^ 
mechanical power. 

This result, as has been shown by the more accurate 
experiments afterwards made by Joule and W. ThomsoD, is 
not quite correct, for there is a slight cooling effect This 
effect, however, is very small in the case of permanent gases, 
and diminishes when the gas, by rise of temperature or 
diminution of pressure, approaches nearer to the condition 
of a perfect gas. 

We may however assert, as the result of these experiments, 
that the amount of heat absorbed by a gas expanding at 
unifornUemperature is nearly, though not exactly, the thermal 
equivalent of the mechanical work done by the gas during 
the expansion. In fact, we know that in the case of air the 
heat absorbed is a little greater and in hydrogen a very little 
less than this quantity. 

This is a very important property of gases. If we reverse 
the process, we find that the heat developed by compressing 
nir at constant temperature is tlie thermal equivalent of the 
work done in compressing it. 

This is by no means a self-evident proposition. In &c^ 

M not true in the case of substances which are not in the 
'Ous state, and even in the case of the more imperfect 
illt deviatu iiom the truth. Hence the calcuUtiaii .<£ 



M'^nsiir^jiicitt of Heights by tJie Barometer. 197 

the dynamical equivalent of heat, which Mayer founded on 
this proposition, at a time when its truth had not been 
experimentally proved, cannot be regarded as legitimate. 



CHAPTER XIV. 

ON THE DETERMISATION OF HEIGHTS BY THE BAROMETER. 

The barometer is an instniment by means of which the 
pressure of the air at a particular place may be measured. 
In the mercurial barometer, which is the most perfect form of 
the instmment, the pressure of the air on the free surface of 
tlie mercury in the cistern is equal to that of a column of 
mercury whose height is the difference between the level of 
the mercury in the cistern, which sustains the pressure of the 
air, and that of the mercury in the tube, which has no air 
above it The pressure of the air is often expressed in terms 
of the height of this column. Thus we speak of a pressure 
of 30 inches of mercury, or of a pressure of 760 millimetres of 
mercury. 

To express a pressure in absolute measure we must 
consider the force exerted against unit of area. For this 
purpose we must find the weight of a column of mercury of 
the given height standing on unit of area as base. 

If h is the height of the column, then, since its section is 
unity, its volmne is expressed by h. 

To find the mass of mercury contained in this volume we 
must multiply the volume by the density of mercury. If this 
density is denoted by p, the mass of the column is p h. The 
\, which we have to find, is the force with which this 
i is draivn downwards by the earth's attraction. If g 

Wtcs the force of the earth's attraction on unit of mass, 
K <^W force on the column will h^ gf h. The 
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therefore of a column of mercury of height // i 
by 

■where h is the height of the column, p the density of roercniT, 
andf the intensity of gravity at the place. The density uf 
mercury diminishes as the temperature increases. It is usual 
to reduce all pressures measured in this way to the height of 
a column of mercury at the freezing temperature of wat«. 

If two barometers at the same place are kept at different 
temperatures, the heights of the barometers are in the pro- 
portion of the volumes of mercmy at the two temperatures. 

The intensity of gravitation varies at different places, bang 
less at the equator than at the poles, and less at the top ofi 
mountain than at the level of the sea. 

It is usual to reduce observed barometric heights to flie 
height of a column of mercury at the freezing pnint and st 
the level of the sea in latitude 45°, which would produce the 
same pressure. 

If there were no tides or winds, and if the sea and the air 
were' perfectly calm in the whole region between two places, 
then the actual pressure of the air at the level of the sea . 
must be the same in these two places ; for the surface of 
the sea is everywhere perpendicular to the force of gravity. 
If, therefore, the pressure on its surface were different in 
two places, water would flow from the place of greater pres- 
sure to the place of less pressure till equilibrium ensued. 

Hence, if in calm weather the barometer is found to stand 
at a different height in two different places at the level of 
the sea, the reason must be that gravity is more intense at 
the place where the barometer is low. 

Let us next consider the method of finding the depth 
below the level of the sea by means of a barometer carried 
down in a diving belL 

s the depth of the surface of the water in the diving 

U below the surface of the sea, and if ^ is the pressure of 
e on the surface oC the sea, then the pregnse ■ 
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of the air in the diving bell must exceed that or the surfdce 
of the sea by the pressure due to a column of water of depth 
D. If a is the density of sea-water, the pressure due I 
column of depth D is ^ it D. 

Let the height of the barometer at the surface of the seafl 
be observed, and Set us suppose that in the diving bell it is^ 
found to be higher by a height h, then the additional pres- 
sure indicated by this rise is^ p ^, where p is the density of 
mercury. Hence 

^ = th=%k, 

^e s = e. = tiensity of mercury ^ j^^ j ^^ 

ts density of water 

rcury. 

The depth below the surface of the sea is therefore equal 
to the product of the rise of the barometer multiplied by the 
specific gravity of mercury. If the water is salt we must 
divide this result by the specific gravity of the salt water at 
the place of observation. 

The calculation of depths under water by this method is 
comparatively easy, because the density of the water is not 
very different at different depths. It is only at great depths 
that the compression of the water would sensibly affect the 
_r esult. 

e density of air had been as uniform as that of water, 

asureraent of heights in the atmosphere would have 

n as easy. For instance, if the density of air had been 

■ at all pressures, then, neglecting the variation of 

Hty with height above the earth, we should find the 

ight ■& of the atmosphere thus : Let h be the height of 

\ barometer, and p the density of mercury, then the pressure: 

by the barometer is 
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If ■& is the lieiglit of an atmosphere of density b 
produces a pressure 



This is the height of the atmosphere above the pw 
'A^.c false supposition that its density is the same at all heigfe 
as it is at that place. This height is generally referred to as 
the hdght of the atmosphere supposed of uniform density, or 
e briefly and technically as the height of the homogeneous 
aimospiure. 

Let us for a moment consider what this height (which 
evidentiy has nothing to do with the real height of the 
atmosphere) really represents. From the equation 

P=g<'^, 
remembering that a the density of air is the same thii^ as 
the reciprocal of v the volume of unit of mass, we get 



or ^ is simply the product p v expressed in gravitation 
measure instead of absolute n 

Now, by Boyle's law the product of the pressure and 
the volume at a constant temperature is constant, and by 
Charles's law this product is proportional to the absolute 
temperature. For diy air at the temperature of meltii 
and when g = ^2-2, 



= i-L- = 26,214 feet, 
g 
or somewhat less than five statute miles. 

It is well known that Mr. Claisher has ascended it 
balloon to the height of seven miles. This balloon 1 
supported by the air, and though the air at this great hei/ 
was more than three times rarer (han at the earth's surfece, i 
tas, jpossible to breathe in it Hence it is certain tl 
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atmosphere must extend above the height <§, which we have 
deduced from our false assumption that the density is 

But though the density of the atmosphere is by no means 
uniform through great ranges of height, yet if we confine 
ourselves to a very small range, say the millionth part of ■& — 
that is, about o'oz6 feet, or less than the third of an inch — the 
density will only vary one-millionth part of itself from the 
top to the bottom of this range, so that we may suppose the 
pressure at the bottom to exceed tiiat at the top by exactly 
one-millionth. 

Let us now apply this method to determine the height of 
3 mountain by the following imaginary process, too laborious 
to be recommended, except for the purpose of explaining 
the practical method : 

We shall suppose that we begin at the top of the mountain, 
and that, besides our barometer, we have one thermometer 
to determine the temperature of the mercury, and another to 
determine the temperature of the air. We are also provided 
with a hygrometer, to determine the quantity of aqueous 
vapour in the air, so that by the thermometer and hygrometer 
we can calculate ^, the height of the homogeneous atmo- 
sphere, at every station of our path. 

On the top of the mountain, then, we observe the height of 
the barometer to be/. We now descend the mountain till 
we observe the mercury in the barometer to rise by one- 
millionth part of its own height. The height of the baro- 
meter at this first station is 

I The distance we have descended is one-millionth of ^, 

P Ae height of the homogeneous atmosphere for the observed 

temperature at the first st^e of the descent. Since it is 

at present impossible to measure pressures, &a, to one- 

miUionth of their value, it does not matter whether ^ be 




faniniJl fl 



202 Measurement of Heights hy the Baromett 

measured at the top of the mountain or one-third of an iniJi 
lower down. 

Now let us descend another stage, till the pressure again 
increases one- millionth of itself, so that if p^ is the new 

and the second descent is through a height equal to the 
millionth of ^^, the height of the homogeneous atmosphere 
in the second stage. 

If we go on in this way n times, till we at last reach the 
bottom of the mountain, and if /„ is the pressure at the 
bottom, 

A = (.-00000,) ?„ 

= (■•oooooi)'/.., 
= (roooooi)V, 
and the whole vertical height will be 

h = -^1 + ■§! + ^^- + ■§. 

If we assume that the temperature and humidity are flie 
same at all heights between the top and the bottom, then 
.§1 = .§j = 5:c. = .§„ = ^, and the height of the mountain 
will be ^^H 



If we Know H, the number of stages, we can deteiinrae 
the height of the mountain in this way. But it is easy to 
find n without going through the laborious process of 
descending by distances of the third of an inch, for since 
/„ = p is the pressure at the bottom, and/ tliat at the top, 
we have the equation 



I 



Taking the logarithm of both sides of tlii^ 
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log p = /r log (r-oooooi) -f log A 


M 


i 


-, _ tog P - log/ 


m 


1 



log (rooooo,)- tm 

Now log I'Dooooi = o 000 0004 34 2 9 426 48. ^^1 

Substituting this value in the expression for ^, we get ^| 

/, = _■&— log ^ 
■434294 /> 

, wliere the logarithms are the common logarithms to base 10, 



For dry air at the temperature of melting ice ■& = s 
:t : hence 



gives the height in feet for a temperature 



>2-68)j 

I Fahrenheit's 



I For rough purposes, the difference of the logarithms of the 
heights of the barometer multiplied by 10,000 gives the 
EUfference of the heights in fathoms of six feet. 
The following method of investigating the conditions of the 
propagation of waves is due to Prof Kankine,' It involves 
only elementiiy principles and operations, but leads to 
results which have been hitherto obtained only by opera- 
tions involving the higher branches of mathematics. 

* I'm. Trans. i86g : • On the ThermodynaniLc Tlieory of Wt 
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The kind of waves to which the investigation appliw 
those in which the motion of the parts of the substance is 
along straight lines parallel to the direction in which the 
wave is propagated, and the wave is deiined t 
which is propagated with constant velocity, and the type of 
which does not alter during its propagation. 

In other words, if we observe what goes on in the 
substance at a given place when the wave passes that place, 
and if we suddenly transport ourselves a certain distance 
forward in the direction of propagation of the wave, then 
after a certain time we shall observe euactly the same things 
occurring in the same order in the new place, when the wave 
reaches it. If we travel with the velocity of the wave, we 
shall therefore observe no change in the appearance pre- 
sented by the wave as it travels along with us. This is the 
characteristic of a wave of permanent type. 

We shall first consider the quantity of the substance 
which passes in unit of time through unit of area of a plans 
which we shall suppose fixed, and perpendicular to the 
direction of motion. 

Let « be the velocity of the substance, which we shall 
suppose to be uniform, then in unit of time a portion of the 
substance whose length is « passes through any section 
of a plane perpendicular to llie direction of motion. Hence 
the volume which passes through unit of area is represented 
by«. 

Now let Q be the quantity of the substance which passes 
through, and let p be the volume of unit of mass of the 
substance, then the whole volume is q », and this, by what 
we have said, is equal to «, the velocity of the substance. 
If the plane, instead of being fixed, is moiing forwards with 
. velocity u, the quantity which passes through it will 
k depend, not on the absolute velocity, u, of the substance, 
D the relative velocity, u — v, and if Q is the quantity 
Iwhich passes through the plane from rigAi to /fff, 



Ji^ = 



(') 



of L ongitudbsal Displacement. 

1 imaginary plane moving from left to n^^WB 
li velocity u, and let this be the velocity of prop^atioisl 




of the wave, then, as the plane a travels along, the values of 
u and all other quantities belonging to the wave at the 
plane A remain the same. If w, is the absolute velocity of 
the substance at a, w, the volume of unit of mass, and/i tha j 
pressure, all these quantities will be constant, and 

Q, ■■'. = "- ", lA 

If B be another plane, travelling with the same velo- 
city u, and if Q, «a ^t Pi he the corresponding values 
at B, 

Qj Pa = U - Ua . , (3) 

The distance between the planes a and B remains iii^ 
variable, because they travel with the same velocity, 
the quantity of the substance intercepted between then 
remains the same, because the density of the substance at 1 
corresponding parts of the wave remains the same as the J 
wave travels along. Hence the quantity of matter whici 
enters the space between a and b at a must be equal tdj 
that which leaves it at b, or 

Qi = Qa = Q (say) (4) 

Hence 

a, = ti - Q Z', «a = u - Q I', . . {5) 
so that when we know t; and q and the volume of unit of 

»ss, we c 
§Let us next consider the forces acting on the matter c 

jned between a and b. If ^, is the pressure at .V^fUi 
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that at B, the furre arismg Irom these pressures teiwKngto 
from kit to right is/j 
This is tlic momentum generated in unit of tinie by the 
external pressures oa tne portion of the substance between 
indB. 

Now we must recollect that, though corresponding pomls 
of the substance in this interval are always moving ii 
same way, the matter itself between a and e is continually 
changing, a quantity Q entering at a, and an equal qnantiiy 
<i leaving at b. 

Now the portion Q which enters at A has a velocity at> 
and therefore a momentum q k„ and that which i 
B has a velocity Uf, and therefore a momentum q »,. 

Hence the momentum of the entering fluid e 
of the issuing fluid by 

Q("i - "■)■ 
The only way in which this nnomentuui can h 
is by the action of the external pressures /, and/,; for the 
mutual actions of the parts of the substance cannot alter liie 
momentum of the whole. Hence we find 

A -A =«{". — «a) (6)! 

Substituting the values of v, and u^ from equation i 
find 

A-A = Q>,-''.) (7) j 

Hence 

/, + Q= E-i = /s + QS Z-j (S) 

Now die only restriction on the position of the plane b is 
that it must remain at a constant distance behind a, and 
whatever be the distance between a and b, the aboie 
equation is always true. 
, Hence the quantity / + Q^ v must continue i 
L during Bie whole process involved in the passage c 
■ Wave. Calling this quantity p, we have 

L ^ = P - Q' D (S) I 
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or the pressure is equa! to a constant pressure, p, diminishec 
by a quantity proportional to the volume v. 

This relation between pressure and volume is not fulfilled 
in the case of any actual substance, la ail substances it is , 

true that as the voliune diminishes the pressure increases, 
but the increase of pressure is never strictly proportional to , 

the diminution of volume. As soon as the diminution of 
volume becomes considerable, the pressure begins to in- 
crease in a greater ratio than the volume diminishes. 

But if we consider only small changes of volume and 
pressure, wc may make use of our former definition of elas- | 

ticity at p. io7^namely, the ratio of the increase of pres- i 

sure to the diminution of volume when the volume is unity, ^ 

»0r, calling the elasticity E, ^^^J 

g = f ^' _ ^^ = '' q' ''y equation (7) (10) ^^H 

where v is the volume of unit of mass, and since v^ and r'j^^^^ 
are very nearly equal, we may take either for the value of v, \ 

Again, if & is the volume of unit of mass in those parts of the ' 

substance which are not disturbed by the wave, and for^^^J 

I which, therefore, w = □, ^^^^k 
"-o" (■■) '-^H 
Hence we find ^^^H 
(■") ^H 
which shows that the square of the velocity of propagatio^^^^H 
6f a wave of longitudinal displacement in any substance iS^^Hj 
fcqual to the product of the elasticity and the volume of unit • 
nf ma^s. 
f In calculating the elasticity we must take into account the 
conditions under which the compression of the substance 
actually takes place. If, as in the case of sound-waves, it is 
very sudden, so that any heat which is developed cannot be 
conducted away, then we must calculate the elasticity on tl 
supposition that no heat is allowed to escape. 

In the case of ait or any other gas the elasticity at coDSt^ 
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temperature is numerically equal to the prerante. 
denote, as usual, the ratio of the specific heat 
pressure to that at constant volume by the symbol y, flw. 
elasticity when no heat escapes is 

^=yp (13) 

Hence, if u is the velodty of sound, 

v^ = yfv (14) 

We know that when the temperature is the same tiie 
product p V remains constant Hence, the velocity of sound 
is the same for the same ten^erature, whatever be the 
pressure of the air. 

If ■§ is the height of the atmosphere supposed homo- 
geneous — that is to say, the height of a column of the 
same density as the actual density, the weight of which 
would produce a pressure equal to the actual pressure — then, 
if the section of the column is unity, its volume is ■§, and if 
f>i is its mass, ^ = mv. 

Also the weight of this column is/ = m g, wheref is the 
force of gravity. 




Hence 



= gy^- 



ris me J 
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The velocity of sound may be compared with that 
body falling a certain distance under the action of gravity. 
For if V is the velocity of a body falling through a height s, 

■»»= 2g^. 

If we make v = u, then 1 = ^y ^. 
At the temperature of melting ice •& = 26,214 feet if the 
force of gravity is is'i. 

At the same temperature the velocity of sound in air is 
[ 1,090 feet per second by experiment. 

The square of this is 1,188,100, whereas the square of 
: velocity due to half the height of the homogeneous 
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atmosphere is 843,821. Hence by means of the knoi 
velocity of sound we can determine y, the ratio of 
to 843,811, to be 1-408. 

The height of tlie homogeneous atmosphere is proportional 
to the temperature reckoned from absolute zero. Hence tiie 
velocity of sound is proportional to the square root of the 
absolute temperature. In several of the more perfect gases 
the value of y seems to be nearly the same as in air. Hence 
in those gases the velocity of sound is inversely as the square 
root of their specific gravity compared with air. 

This investigation would be perfectly accurate, however 
great the changes of pressure and density due to the passage 
of the sound-wave, provided the substance is such that in the I 

tactual changes of pressure and volume the quantity ^^^H 

I ■ 

remains constant, q being the velocity of propagation. Il^^^^ 



■bfi 



all substances, as we have seen, we may, when the values of 
/ and V are always very rear their mean values, assume a 
value of Q which shall approximately sarisfy this condition : 
of very violent sounds and other disturbances 
the air the changes of p and v may be so great that this 
iproximation ceases to be iiear the truth. To understand 
what takes place in these cases we must remember that the 
changes of/ and v are not proportional to each other, for in 
almost all substances/ increases faster for a given diminution 
of f as/ increases and v diminishes. 

Hence q, which represents the mass of the substance 
traversed by the wave, will be greater in those parts of the 
wave wliere the pressure is great than in those parts where 
the pressure is small; that is, the condensed portions of the 
wave will travel faster than the rarefied portions. The result 
of this will be that if the wave originally consists of a gradual 
idensation followed by a gradual rarefaction, the condes 
ion will become more sudden and the rarefaction n 
idual as the wave advances through the s 





sio 

way ai 
on CO) 
more 



Radiation. 



way and for nearly the same reason as the waves of the 931* 

on coming into shallow water become steeper in front and 

gently sloping behind, till at last they curl over on the 
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enomena of radla- ■ 



^ We have already noticed some of the phenomena of radia- 
tion, and have shown that they do not properly belong to the 
; of Heat, and that they should rather be treated, 
along with sound and light, as a branch of the great science 
of Radiation. 

The phenomenon of radiation consists in the transmis- 
sion of enei^y from one body to another by propagation 
through the intervening medium, in such a way thai tlie 
progress of the radiation may be traced, after it has left the 
first body and before it reaches the second, travelling through 
m the medium with a certain velocity, and leaving the medium 
I behind it in the condition in which it found it. 

We have already considered one instance of radiation in 
the case of waves of sound. In this case the energy com- 
municated to the air by a vibrating body is propagated 
through the air, and may finally set some other body, as the 
■a of the ear, in motion. During the propagation of the 
Mjnd this energy exists in the portion of air tiirongh which 
jt is travelling, partly in the form of motinn of the ail to and 
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fro, and partly in the form of condensation and rarefaction. 
The energy due to sound in the air is distinct from heal, be- 
cause it is propagated in a definite direction, so that in a 
certain time it will have entirely left tbe portion of air under 
consideration, and wi!l be found in anothei portion of 
which it has travelled. Now heat never passes out of 
body except to enter a colder body, sn that the energy 
sound-waves, or any other fonn of enei^ which 
gated so as to pass wholly out of one portion of the mediui 
and into another, cannot be called heal 

There are, however, important th«Tnal effects prodi 
by radiation, so that we cannot understand the science of heat 
without studying some of the phenomena of radiation. 

When a body is raised to a very high temperature 
becomes visible in the dark, and is said lo shine, or to emit 
light The velocity of propagation of the light emitted by 
the sun and by very hot bodies has been approximately mea»L 
siired, and is estimated to be between iSo.ooo and 192,01 
miles per second, or about 900,000 times faster than souni 

The time taken by the light in passing from one plac 
another within the limited range which we have at our coni*J 
mand in a laboratory is exceedingly short, and il is only by j 
means of the most refined experimental methods that it has 
been measured. It is certain, however, that there is an 
interval of time between the emission of light by one body 
and its reception by another, and that during this time the 
energy transmitted from the one body to the other has 
existed in some form in the intervening medium. 

The opinions with regard to the relation between light 
and heat have suffered several alternations, according as 
these agents were regarded as substances or as accidents. 
At one time light was regarded as a substance projected 

I the luminous body, which, if the luminous body 
hot, might itself become hot like any other substance. 
I was thus r^arded as an accident of the substance li 
: __ 
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AVTien the progress of science Iiad rendered the meaewrt*-™ 
lent uf quaiitiiies of heat as accurate as the measurement 
if quantities of gases, heat, under the name of caloric, wiis 
placed in the list of substances. Afterwards, the indepenrtenl 
prepress of optics led to the rejection of the corpuscular 
theory of light, and the establishment of the undulatory 
theory, according to which light is a wave-like motion of a 
medium already existing. The caloric theory of heal, hoa- 
Bver, still prevailed eren afrer the corpuscular theory of 
light was rejected, so that heat and light seemed almost to 
have exchanged places. 

When the caloric theory of heat was at length demou' 
slrnted to be false, the grounds of the argument were quite 
intiependent of those which had been nsed in the case of 
light 

We shall therefore consider the nature of radiation, 
ivhether of light or heat, in an inilejjendent manner, and 
show why we believe that what is called radiant heat is the 
same tiling as, what is called light, only perceived by us 
through a different channel The same radiation \riiich 
when we become aware of it hy the eye we call light, when 
we detect it by a thermometer or by the sensation of heal 
we call i>adiant heat. 

In the first place, radiant heat agrees with liglit in always 
moving in straiglit lines through any uniform medium. It is 
not, therefore, propagated by dilftiwon, as in the case of the 
ainduction of heat, where the heat always travels from hotter 
to colder parts of the medium in whatever direction this 
condition may lead it. 

The medium through which radiant iieal passes is not 
heated if perfectly diathermanous, any more than a per- 
fectly transparent medium through which light passes is 
rendered luminous. But if any impurity or defect of trans- 
yaiency causes the medium to become visible when iighl 
I it, it will also cause it to become hot 
L.<Qf the beat when ttaversed by radiant beaL 
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In the next place, radiant heat is reflected from the 
polished surfaces of bodies according to the same laws as 
light. A concave mirror collects the rays of the sun into a 
brilliantly luminous focus. If these collected rays fall on a 
piece of wood, they will set it on fire. If the luminous rays 
are collected by means of a convex lens, similar heating 
effects are produced, showing that radiant heat is refracted 
when it passes from one transparent medium to another. 

When light is refracted through a prism, so as to change 
its direction through a considerable angle of deviation, it is 
separated into a series of kinds of light which are easily 
distinguished from each other by th^ir various colours. 
The radiant heat which is refracted through the prism is also 
spread out through a considerable angular range, which shows 
that it also consists of radiations of various kinds. The 
luminosity of the different radiations is evidently not in the 
same proportion as their heating effects. For the blue and 
green rays have very little heating power compared with the 
extreme red, which are much less luminous, and the heating 
rays are found far beyond the end of the red, where no light 
at all is visible. 

There are other methods of separating the different kinds 
of light, which are sometimes more convenient than the use 
of a prism. Many substances are more transparent to 
one kind of light than another, and are therefore called 
coloured media. Such media absorb certain rays and 
transmit others. If the light transmitted by a stratum of a 
coloured medium afterwards passes through another stratum 
of the same medium, it will be much less diminished in 
intensity than at first. For the kind of light which is most 
absorbed by the medium has been already removed, and 
what is transmitted by the first stratum is that which can pass 
most readily through the second. Thus a very thin stratum 
of a solution of bichromate of potash cuts off the whole of 
the spectrum from the middle of the green to the violet, b'lt 
the remainder of the light, consisting of the red, orange, 
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yellow, and part of the green, is very slightly diminished in 
intensity by passing through another stranim of the same 
medium. 

If, however, the second stratum be of ,i different medium, 
which absorbs most of the rays which the first transmits, it 
cut off nearly the whole light, though it may be itself 
very transparent for other rays absorbed by the first medium. 
Thus a stratum of sulphate of copper absorbs nearly alt the 
rays transmitted by the bichromate of potash, except a few 
of the green rays. 

Melloni found that different substances absorb different 
kinds of radiant heat and that the heat sifted by a screen 
of any substance will pass in greater proportion through 
a screen of the same substance than unsifted heat, while it 
may be stopped m greater proportion than unsifted heat by 
a screen of a different substance. 

These remarks may illustrate the general similarity between 
light and radiant heat. We must next consider the reasons 
which induce us to regard light as depending on a particular 
kind of motion in the medium through which it is pro- 
pagated. These reasons are principally derived from the 
phenomena of the interference of light. They are eitplained 
more at large in treatises on light, because it is much easier 
to observe these phenomena by the eye than by any kind 
of thermometer. We shall therefore be as brief as possible. 

There are various methods by which a beam of light from 
a small lumiuous object may be divided into two portions, 
which, after travelling by slightly different paths, finally fall 
on a white screen. Where the two portions of light overlap 
each other on the screen, a series of long narrow stripes may 
be seen, alternately lighter and darker than the average 
brightness of the screen near them, and when white light is 
used, these stripes are bordered with colours, fiyusing light 
le kind only, such as that obtained from the salted wick 
spirit-lamp, a greater number of bands or fringes may 
raeei^ and El greater difference of brightness between I' 
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light and the dark bands. If we stop either of the portions 
of light inio which the original beam ivas didded, the whole 
system of bands disappears, showing that they are due, 
not to either of the portions alone, but to both united. 

If we now fix our attention on one of the dark bands, and 
then cut off one of the partial beams of light, we shall 
observe that instead of appearing darker it becomes actually 
brighter, and if we again allow the light to fall on the screen 
it becomes dark again. Hence it is possible to produce 
darkness by the addition of two portions of light. If light 
19 a substance, there cannot be another substance which 
when added to it shall produce darkness. We are therefore 
compelled to admit that light is not a substance. 

Now is there any other instance in which the addition of 
two apparently similar things diminishes the result? We 
know by experiments with musical instruments that a com- 
bination of two sounds may produce less audible effect than 
either separately, and it can be shown that this takes place 
when the one is half a wave-length in advance of the other, 
Here the mutual annihilation of the sounds arises from the 
fact that a motion of the air towards the ear is the exact 
opposite of a motion away from the ear, and if the two in- 
struments are so arranged that the motions which chey tend 
K produce in the air near the ear are in opposite direc- 
ns and of equal magnitude, the result will be no motion 
all. Now there is nothing absurd in one motion being 
; exact opposite of another, though the supjiosition that 
one substance is the exact opposite of another substance, as 
in some forms of the Two- Fluid theory of Electricity, is an 

^absurdity. 

^K We may show the interference of waves in a visible 

^Bunner by dipping a two-pronged fork into water or mercury. 

^P%e waves which diverge from the two centres where the 
prongs enter or leave the fluid are seen to produce a 
greater disturbance when they exactly coincide than when 
one gels ahead of the other. 
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Now it is found, by measuring the positions of 9 
and dark bands on the screen, that ihe difference of the 
distances travelled by the two portions of light is for the 
bright bands always an exact multiple of a certain veiy 
small distance which we shall call a wave-length, whereas 
for the dark bands it is intermediate between two rauid- 
pies of the wave-length, being i, \\, s\, &c., times ihat 
length. 

We therefore conclude that whatever exists or takes 
place at a certain point in a niy of light, then, at the same 
instant, at a point at \ or i^ of the wave-length in advance, 
something exactly the opposite exists or takes place, so that 
in going along a ray we find an alternation of condition; 
which we may call positive and negative. 

In the ordinary statement of the theory of uniluUtions 
these conditions are described as motion of the medium in 
opposite directions. The essential character of the theoiy 
would remain the same if we were to substitute for ordinaiy 
motion to and fro any other succession of oppositely 
directed conditions. Professor Rankine has suggested op- 
posite rotations of molecules about their axes, and I have 
suggesli^d oppositely directed magnetizations and elecUo- 
motive forces ; but the adoption of either of these hy;>otbese& 
would in no way alter the essential chLitacler of the undula- 
tory theory. 

Now it is foun<J thai if a very narrow thermo-electric [hIc 
he placed in the position of the screen, and moved so thai 
sometimes a bright band and sometimes a dark one falls on 
the pile, the galvanometer indicates that the pile receives 
more heat when in the bright than when in the dark band, 
and that when one portion of the beam is cut off the heat in 
tiie dark band is increased. Hence in the interference of 
radiations the heating effect obeys the same laws as the 
' luminous effect. 

I indeed, it has been found that even when the source 
I of radiation is a hot body which emits no luminoii^ raj^ 



Polarization. 217 

the phenomena of interference can be traced, showing 
that two rays of dark heat can interfere no less than two 
rays of light Hence all that we have said about the waves 
of light is applicable to the heat-radiation, which is therefore 
a series of waves. 

It is also known in the case of light that after passing 
through a plate cut from a crystal of tourmaline parallel to 
its axis the transmitted beam cannot pass through a second 
similarly cut plate of tourmaline whose axis is perpendicular 
to that of the first, though it can pass through it when tlie axis 
is in any other position. Such a beam of light, which has 
different properties according as the second plate is turned 
into different positions round the beam as an axis, is called 
a polarized beam. There are many other ways of polarizing 
a beam of light, but the result is always of the same kind. 
Now this property of polarized light shows that the motion 
which constitutes light cannot be in the direction of the 
ray, for then there could be no difference between different 
sides of the ray. The motion must be transverse to the 
direction of the ray, so that we may now describe a ray of 
polarized light as a condition of disturbance in a direction 
at right angles to the ray propagated through a medium, so 
that the disturbance is in opposite directions at every half 
wave-length measured along the ray. Since Principal J. D. 
Forbes showed that a ray of dark heat can be polarized, we 
can make the same assertion about the heat radiation. 

Let us now consider the consequences of admitting that 
what we call radiation, whether of heat, light, or invisible 
rays which act on chemical preparations, is of the nature of 
a transverse undulation in a medium. 

A transverse undulation is completely defined when we 
know — 

1. Its wave-length, or the distance between two places in 
which the disturbance is in the same phase. 

2. Its amplitude, or the greatest extent of tlie disturb- 
ance. 



3 . The plane in which the direction of the 

4. The phase of the wave at a particular point 

5. The velocity of propagation through the medium. 
When we know these particulars about an undulation, it 

is completely defined, and cannot be altered in any way 
without changing some of these specifications. 

Now by passing a beam consisting of any assemblage of 
undulations thcougli a prism, we can separate tl into prntiona 
according to their wave- lengths, and we can select ta^ of a 
particular wave-length for examination. Of these we may, bj 
means of a plate of tourmaline, select those whose phne o( 
polarization is the principal plane of the tourmaline, but this 
is unnecessary for oar purpose. We have now got rays of a 
definite wave-length. Their velocity of propagaUon depends 
only on the nature of the ray and of the medium, so that we 
cannot alter it at pleasure, and the phase changes so rapidly 
(billions of times in a second) that it cannot be directly 
observed, Hence the only variable quantity remaining is 
the amplitude of the disturbance, or, in other words, the 
intensity of the ray. 

Now the ray may be observed in various ways. We may, 
if it excites the sensation of sight, receive it into our eye. If 
it affects chemical compounds, we may observe its effect on 
them, or we may receive the ray on a thermo-electric pile 
and determine its heating effect. 

But all these effects, being effects of one and the same 
thing, must rise and fall together. A ray of specified wave- 
length and specified plane of polarization cannot be a 
combination of several different things, such as a light-ray, a 
heat-ray, and an actinic ray. It must be one and the same 
thing, which has luminous, thermal, aiid aclinic effects, and 
everything which increases one of these effects must increase 
the others also. 
I The chief reason why so much that has been wriiien on 
L^Jlis subject is tainted with the notion that iieat is ouc ^IMLi 
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I light is another seems to be that the arrangements 

^ operating on radiations of a selected wave-length are 

Wblesome, and when mixed radiations are employed, in 

tuch the luminous and the thermal effects are in different 

portions, anything which alters the proportion of the 

,1 radiations in the mixture alters also the proportion 

I the resulting thennal and luminous effect, as indeed it 

^erajly alters the colour of the mixed light. 

■We have seen that the existence of these radiations may 

i detected in various ways — by photographic preparations, 

by the eye, and by the thermometer. There can be no 

doubt, however, as to which of these methods gives the true 

measure of the energy transmitted by the radiation. This 

is exactly measured by the heating effect of the ray when 

completely absorbed by any substance. 

When the wave-length is greater than 8ii millionths of a 
millimetre no iurainous effect is produced on the eye, though 
the effect on the thermometer may be very great When 
the wave-length is 650 millionths of a millimetre the ray is 
visible as a red light, and a considerable heating effect is 
observed. But when the wave-length is 500 millionths of a 
millimetre, the ray, which is seen as a brilliant green, has 
much less heating effect than the dark or the red rays, and 
it is difficult to obtain strong thermal effects with rays of 
smaller wave-lengths, even when concentrated. 

But, on the other hand, the photographic effect of die 
radiation on salts of silver, which is very fcL-'ble in the red 
rays, and even in the green rays, becomes more powerful 
the smaller the wave-length, till for rays whose wave-length 
is 400, which have a feeble violet luminosity and a still 
feebler thermal effect, the photographic effect is very 
powerful; and even far beyond the visiblcspectrum, for wave- 
lengths of less than 200 millionths of a millimetre, which 
are quite invisible to our eyes and quite un discoverable by 
our thermometers, the photographic effect is still observed. 
This sliows that neiihtr liie luminous nor the photographic 
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effect is in any way proportional to the energy of the radia- 
tion when different kinds of radiation are concerned. It 
IS probable that when the radiation produces the photo- 
graphic effect it is not by its energy doing work on the 
chemical compound, but rather by a well-timed vibration of 
the molecules dislodging them from the position of almost 
indifferent equiHbrium into which they had been thrown by 
previous chemical manipulations, and enabling them to rush 
together according to their more permanent affinities, so as 
to form stabler compounds. In cases of this kind the effect 
is no more a dynamical measure of the cause than the effect 
of the fall of a tree is a measure of the energy of the wind 
which uprooted it. 

It is true that in many cases the amount of the radiation 
may be very accurately estimated by means of its chemical 
effects, even when these chemical effects tend to diminish 
the intrinsic energy of the system. But by estimating the 
heating effect of a radiation which is entirely absorbed by 
the heated body we obtain a true measure of the energy of 
the radiation. It is found that a surface thickly coated 
with lampblack absorbs nearly the whole of every kind of 
radiation which falls on it. Hence surfaces of this kind are 
of great value in the thermal study of radiation. 

We have now to consider the conditions which determine 
the amount and quality of the radiation from a heated body. 
We must bear in mind that temperature is a pro|)erty of 
hot bodies and not of radiations, and that qualities such as 
wave-lengths, &c., belong to radiations, but not to the heat 
which produces them or is produced by them. 

ON prevost's theory of exchanges. 

When a system of bodies at different temperatures is left 
to itself, the transfer of heat which takes place always has 
the effect of rendering the temperatures of the different 
bodies more nearly equal, and this character of the transfer 
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F heat, ihal it passes from hotter to cnlHer bodies, i 

; whether it is by i-;itiiatLon or by coiKiuciion that the 
^nsfer takes place. 

[Let us consider a number of bodies, all at the same 
mperature, placed in a chamber the walls of which are 
laintained at that temperature, and through wliich no heat 
ass by radiation (suppose the walls of rnetal, for 
;e}. No change of temperature will occur in any of 
ii«e bodies. They will be in thermal equilibrium with 
wh other and with the walls of the chamber. This is a 
ffisequeuce of the definition of equal temperature at p. 32. 
t>Now if any one uf these bodies hail been taken out of 
;r and placed among colder bodies there would 
e a tranpfer of heat by radiation from the hot body to the 
colder ones; or if a colder body had been introduced into 
the chamber it would immediately begin to receive heat fay 
radiation from the hotter bodies round iL But the cold 
Itody has no power of acting directly on the hft bodies at a 
distance, so as to cause them to begin to emit radiations, 
nor has the hot chamber any power to stop the radiation of 
any one of the hot bodies placed within iL We thettfore 
conclude with Prevost that a hot body is abi-ays emittinp; 
radiations, even when no colder body is there to receive 
them, and that the reason why there is no change of tem- 
perature when a body is placed in a chamber of the same 
temperature is that it recei\'es from the radiation of the walls 
of the chamber exactly as much heat as it loses by radiation 
towards these walls. 

If this is the true explanation of the thermal equilibrium 
of radiation, it follows that if two bodies have the same 
temperature tlie radiation emitted by the first and absorbed 
i>y the second if equal in amount to the radiation emitted 
by the second and absorbed by the first during the same 
time. 

The higher the temperature of a body, the greater its 
radiation is found to be. ^-n that when the temperatures of the 
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bodies are unequal the hotter bodies will emit more «&'■ 
tion than they receive from the colder bodies, and therefore, 
on the whole, heat will be lost by the hotter and gained bji 
the colder bodies till thermal equilibrium is attained. We 
shall return to the comparison of the radiation at differeoi 
temperatures after we have esamined the relations between 
the radiation of different bodies at the same temperature. 

The appiication of the theory of exchanges has at various 
times been extended to the phenomena of heat as they 
were successively investigated Fourier has considered the 
law of radiation as depending on the angle which the ray 
makes with the surface, and Leslie has investigated its 
relation to the state of polish of the surface ; but it is in 
recent times, and chiefly by the researches of B. Stewart, 
Kirchhoff, ami De la Provostaye, that the theory of a- 
changes has been shown to be applicable, not only to the 
total amount of the radiation, but to every distinction in 
quality of which the radiation is capable. 

For, by placing between two boiiies of the same tempera- 
ture a contrivance such as that already noticed at p. ii8, si 
that only radiations of a determinate wave-length andioa 
determinate plane can pass frora the one body to the other, 
we reduce the general proposition about thermal equilibriwii 
to a proposition about this particular kind of radiation. We 
may therefore transform it into the following more detiniie 
proposition. 

If two bodies are at the same temperature, the radiation 
emitted by the first and absorbed by the second agrees with 
the radiation emitted by the second and absorbed by the 
firat, not only in its total heating effect, but in the intensiq'. 
wave-length, and plane of polarization of every component 
part of either radiation. And the law that the amount of 
radiation increases with the temperature musi be true, not 
only for the whole radiation, but for all the component parts 
of it when analysed according to their wave-lengths and 
I . |)lanes of polarization. 
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consequences of these two propositions, applying s 
to every kind of radiation, whether detected by its 
or by its luminous effects, are so numerous and 

that we cannot attempt any fu!l enumeration of them 
'7e must confine ourselves to a few ex- 



1 When a radiation falls on a body, part of it is reflected, 
s the body. The latter part again may either 
fholly absorbed by the body or partly absorbed and 
y transmitted. 
V lampblack reflects hardly any of the radiation which 
i on it, and it transmits none. Nearly the whole is 
orbed. 

Polished silver reflects nearly the whole of the radiation 
which falls upon it, absorbing only about a fortieth part, and 
transmitting none. 

Rock salt reflects less than a twelfth part of the radiation 
which falls on k; it absorbs hardly any, and transmits ninety- 
two per cent. 

These three substances, therefore, may be taken as types of 
absorption, reflexion, and transmission respectively. 

Let us suppose that these properties have been observed 
in these substances at the temperature, say, of zia° F., and 
let them be placed at this temperature within a chamber 
whose walls are at the same temperature. Then the amount 
of the radiation from the lampblack which is absorbed by 
the other two substances is, as we have seen, very small. 
Now the lampblack absorbs the whole of the raiiiation from 
the silver or the salt. Hence the radiation from these 
substances must also be small, or, more piectsely — 

TTie radiation of a substance at a given temperature is to 
the radiation of lampblack at that temperature as the amount 
of radiation adsorbed by the substance at that temperature is to 
the whole radiation which falls upon it. 

Hence a body whose surface is made of polished silver 
will emit a much smaller amount of radiation than one 
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whose surface is of lampblack. The brighter 
a silver ttapot, the longer will it retain the heat of the tea ; 
and if on the surface of a metal plate some parts are polished, 
others rough, ant! others blackened, when the piate is oiaJe 
red hot the blackened parts will appear brightest, tie rough 
parts not so bright, and the polished parts darkest. This is 
well seen when melted lead is made red hot. When part 
of the dross is removed, the polished surface of the melted 
metal, though really hotter than the dross, appears of a less 
brilliant red. 

A piece of glass when taken red hot out of the fire appears 
of a very faint red compared with a piece of iron taken from 
the same part of the fire, though the glass is really holler 
than the iron, because it does not throw off its heat so 6si. 

Air or any other transparent gas, even when raised to .i 
heat at which opaque bodies appear wliite hot, emits so little 
light that its luminosity can hardly be observed in ihe 
dark, at least when the thickness of the heated air is not 
very great. 

Again, when a substance at a given temperature absorbs 
certain kinds of radiation and transmits others, it emits at 
that temperature only those kinds of radiation whidi it 
absorbs. A very ten.arkable instance of this is observed in 
the vapour of sodium. This substance when heated e 
rays of two definite kinds, whose wave lengths are o '00055053 
and o-ooosSgSg millimetre respectively. These rays arc 
visible, and may be seen in the form of two bright lines hy 
directing a spectroscope upon a flame in which any com- 
pound of sodium is present. 

Now if the light emitted from an intensely heated solid 
body, such as a piece of lime in the oxyhydrogen light, be 
transmitted through sodium-vapour at a temperature lower 
than that of the lime, and then analysed by the spectro- 
scope, two dark lines are seen, corresponding to the Iwn 
bright ones formerly observed, showing that sodium-vapour 
same definite kinds of hght which it radiates. 
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^^^b the temperature of the sodium -vapour is raised, say by I 

^^H| a Bunsen's burner instead of a spirit-lamp to produce 1 

^^Br if the temperature of the lime is lowered till it is J 

HpPsame as that of the vapour, the dark lines disappear, | 

^Because the sodJuru-vapour now radiates exacdy as much 1 

' light as it absorbs from the light of the lime-ball at the \ 

same temperature. If the sodium-flame is hotter than the I 

lime-bal! the lines appear bright. I 

This is an illustration of Kirchhoffs principle, that the I 

radiation of every kind increases as the temperature rises. 1 

In performing this experiment we suppose the light froni 1 

the liioe-ball to pass through the sodium-fiame before it I 

reaches the slit of the spectroscope. If, however, the iiarae I 

is interposed between the slit and the eye, or the screen on 

which the spectrum is projected, the dark lines may be seen I 

distinctly, even when the teinperature of the sodium-flame is J 

higher than that of tlie lime-ball. For in the parts of the I 

spectrum near the lines the liglit is now comjjounded of the J 

analysed light of the linie-balt and the direct light of the I 

sodium-flame, while at the lines themselves the light of the I 

spectrum of the lime-bal! is cut off, and only the direct light I 

of the sodium-flame remains, so that the lines appear darker J 

than the rest of the field. I 

It does not belong to the scope of this treatise to attempt | 

to go over the immense field of research which has been I 

opened up by the application of the spectroscope to dis- 1 

tinguish different incandescent vapours, and which has led I 

to a great increase of our knowledge of the heavenly \ 

bodies. I 

If the thickness of a medium, such as sodium- vapour, I 

which radiates and absorbs definite kinils of light, be very I 

great, the whole being at a high temperature, tlie light ■ 

emitted will be of exacdy the same compositi'jn as that I 

emitted from lampblack at the same temperature. Forj I 

though some kinds of radiation are much more feebly I 

emitted by the substa;ice than others, these are also s^ 
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feebly absorbed that they can reach tlie surface from- 
raense depths, whereas the rays which are so copiously 
radiated are also so rapidly absorbed that it is only froni 
places very near the surface that they can escape out of the 
mediuin. Hence both the depth and the density of W 
incandescent gas cause its radiation to assume more and 
more of the character of a continuous spectrum. 

When the temperature of a substance is gradually raised, 
not only does the intensity of every particular kmd of 
tion increase, but new kinds of radiation art 
Bodies of low temperature emit only rays of great wave- 
length. As the temperature rises these rays are more 
copiously emitted, but at the same time other rays cf 
smaller wave-length make their appearance. ^Vhen the IMt- 
perature has risen to a certain point, part of the radiation is 
luminous and of a red colour, the luminous rays of greatest 
wave-length being red. As the temperature rises, the other 
luminous rays appear in the order of tlie spectrum, but every 
rise of temperature increases the intensity of all the rajs 
which have already made their appearance. A white-hot 
body emits more red rays than a red-hot body, and nwtt 
non-luminous rays dian any non-luminous body. 

The total thermal value of the radiation at any tempfr*- 
ture, depending as it does upon the amount of all the differ^"' 
kinds of rays of which it is composed, is not likely to be * 
simple function of the temperature. . Nevertheless, DulonS 
and Petit succeeded in obtaining a formula which expresses 
the facts ■observed by them with tolerable exactness. It is 
of the form 

where a is the total loss of heat in unit of time by radia- 
tion from unit of area of the surface of the substance at tW 
temperature 0, m is a constant quantity depending only M 
the substance and the nature of its ^surface, . and a is s 
numerical quantity which, when fl expresses the tempertti"* 
on the Centigrade scale, U iooti- -^ 
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1 1/ the body is placed in a chamber devoid of air, whose 
e at the temperature t, then the heat radiated from 
e walls to the body and absorbed by it will be 

a that the actual loss of heat mil be H 



Bhe constancy of the amount of radiation between the same 
tfaces at the same temperatures affords a very convenient 
lethod of comparing quantities of heat. This method was 
feferred to in our chapter on Calorimetry (p. 74), under the 
of the Method of Cooling. 
The substance to be examined is heated and put into a 
tiiin copper vessel, the outer surface of which is blackened, 
or at least is preserved in the same state of roughness or ot 
polish throughout the experiments. This vessel is placed 
in a larger copper vessel so as not to touch it, and the outer 
vessel is placed in a bath of water kept at a constant tem- 
perature. The temperature of the substance in the smaller 
vessel is observed from time to time, or, still better, the times 
are observed at which the reading of a thermometer im- 
mersed in the substance is an exact number of degrees. In 
this way the time of cooling, say from 100° to 90°, from go" 
to 80°, is registered, the temperature of the outer vessel being 
kept always the same. 

Suppose that this observation of the time of cooling is 
made first when the vessel is filled with water, and then 
when some other substance is put into it. The rate at which 
heat escapes by radiation is the same for the same tempera- 
ture in both experiments. The qiiantity' of heat which 
escapes during the cooling, say from ido° to go", in the two 
experiments, is proportional to the time of cooling. Hence 
the capacity of the vessel and its contents in the first experi- 
ment is to its capacity in the second experiment as the time 
fcoahiig from 100° to go" in the first experiment is to the 
m% of cooling from 100° to 90° in the second experiment. 



TheiwrthnH cf oot&ig is rerycoprenieiit in cgrtatncasa; 
boe k fi acasatj to keep the temperature of the whole of 
the ssbctaace in dK nma 1,-esse] 2s nearly imiform as possible, 
so tbat tbe medrad most be restricted to liqoids which we 
<am ttm, and to so&ds wbose coRducunty is great, and 
vfaicb Bay be cut in paeces and immei^ed in a liquid. 

Tbe mediad of coofing has bees found very applicable to 
the matsaremeat of die qnantilj of heat conducted throtigli 
a stbsaace. (See the dufXer on Conduction.} 



r Of KADIATIOS ON" THERMOMETERS. 

It of tbe radiation passing In all directions thnm^ 
ibe aOnosplKTe, it U a veiy difficult thing to determine the 
trae t emp q a nne of the air in any place out of doots by 
raeaDS of a tbennocoeter. 

If the son shines on the thermometer, the reading is of 
course too h^h ; bat if we put it in the shade, it may be Coo 
lov, t)ecause the thennometer may be emJttiDg more radia- 
lioD than it receives from the clear sky. The ground, walls 
of bouses, clouds, and the *^ous deuces for shielding the 
thenoomeler from tadiation, may all become sources of 
error, by causing an uiiknouTi amount of radiation on the 
bulb. For rough purposes the effects of radiation may be 
greatly removed by giving the bulb a surface of polished 
siher, of which, as we have seen, the absorption is only a 
fortieth of that of lampblack. 

A method described by Dr. Joule in a communication to 
the Philosophical Society of Manchester, November z6, 1867, 
seems the only one free from all objections. The thetmo- 
mcter is placed in a long vertical copper tube open at botli 
ends, but with a cap to close tlie lower end, which may be 
L Temoved or put on without warming il by the hand. What- 
B?er radiation affects the thermometer must be between it 
• inside of the lulie, and \E these are of the 
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temperature, the radiation will have no effect on the observed 
reading of the thermometer. Hence, if we can be sure that 
the copper tube and the air ^4thin it are at the temperature 
of the atmosphere, and that the thermometer is in thermal 
equilibrium, the thermometer reading will be the true tem- 
perature. 

Now, if the air within the tube is of ttie same temperature 
as the air outside, it will be of the same density, and it will 
therefore be in statical equilibrium with it If it is warmer 
it will be lighter, and an upward current will be formed in 
the tube when the cap is removed. If it is colder, a down- 
ward current will be formed. 

To detect these currents a spiral wire is suspended in the 
tube by a fine fibre, so that an upward or downward current 
causes the spiral to twist the fibre, and any motion of the 
spiral is made apparent by means of a small mirror attached 
to it 

To vary the temperature of the copper tube, it is enclosed 
in a wider tube, so that water may be placed in the space 
between the tubes, and by pouring in warmer or cooler water 
the temperature may be adjusted till there is no current 

We then know that the air is of the same temperature 
within the tube as it is without But we know that the 
tube is also of the same temperature as the air, for if it 
were not it would heat or cool the air and produce a cur- 
rent Finally, we know that the thermometer, if stationary, 
is at the temperature of the atmosphere ; for the air in contact 
with it, and the sides of the tube, which alone can exchange 
radiations with it, have the same temperature as the atmo- 
sphere 
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CHAPTER XVII. 

ON CONVECTION CURRENTS. 

When the application of heat to a fluid causes it to expand 
or to contract, it is thereby rendered rarer or denser than the 
neighbouring parts of the fluid ; and if the fluid is at the 
same time acted on by gravity, it tends to form an upward 
or Jowuwartl current of the heated fluid, which is of course 
accompanied with a current of the more remote parts of the 
tiuid in the opjjosite directioiL The fluid is thus made to 
circulate, fresh portions of fluid are brought into the neigh- 
bourhood of the source of heat, and these when heated 
travel, carrying their heat with them into other regions. 
Such currents, caused by the application of heat, and carry- 
ing this heat with them, are called convection currents. 
They play a most important part in natiu^ phenomena, by 
v*auj>in^ a much more rapid diffusion of heat than would 
take place by conduction alone in the same medium if re- 
strained fa>m moving. The actual diffusion of heat from 
,)ne jurt of the tluid to another takes place, of course, by 
<:onduction ; but, on account of the motion of the fluid, the 
isothormal surfaces ore so extended, and in some cases con- 
uortcvl, that their areas are greatly increased while the dis- 
>aiK\'s between them are diminished, so that true conduction 
gv>os <.)n much more rapidly than if the medium were at 
rest. 

l\>in wtion currents depend on changes of density in a 
tluid .ictal on by gravity. If the action of heat does not 
prodiu e a change of densit}-, as in the case of water at a 
temperature of about 39^ F., no convection current will be 
produced. If the fluid is not acted on by gra\'ity, as would 
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be the case if the fluid were removed to a sufficient distance 
from the earth and other great bodies, no convection cur- 
rents would be formed. As this condition is not easily 
realised, we may take the case of a vessel containing fluid, 
and descending according to the law of motion of a body 
falling freely. The pressure in this fluid will be the same 
in every part, and a change of density in any part of the 
fluid will not occasion convection currents. 

When we wish to avoid the fonnation of convection 
currents we must arrange matters so that during the whole 
course of the experiment the density of each horizontal 
stratum is the same throughout, and that the density increases 
with the depth. If, for instance, we are studying the con- 
duction of heat in a fluid which expands when heated, we 
must make the heat flow downwards through the fluid. If 
we wish to determine the law of diffusion of fluids we must 
place the denser fluid underneath the rarer one. 

Convection currents are produced by changes of density 
arising from other causes. Thus if a crystal of a soluble 
salt be suspended in a vessel of water, the water in contact 
with the crystal will dissolve a portion of it, and, becoming 
denser, vrill begin to sink, and its place will be supplied by 
fresh water. Thus a convection current will be formed, a 
solution of the salt will descend from the crystal, and this 
will cause an upward current of purer water, and a circula- 
tion will be kept up till either the crystal is entirely dissolved, 
or the liquid has become saturated with the salt up to the 
level of the top of the crystal. In this case it is the salt 
which is carried through the liquid by convection. 

A convection current may be produced in which electricity 
is the thing carried. If a conductor terminating in a fine 
point is strongly electrified, the particles of air near the point 
will be charged with electricity, and then urged from the 
point towards any surface oppositely electrified. A current 
of electrified air is thus formed, which diffuses itself about 
llie room, and generally reaches the walls, where the electrifiad 
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air clings to the oppositely electrified wall, and h 
not discharged for a long time. 

The method of determining by convecti" 
tem])erature at which water has its maximum density seems 
to have been first employed by Hope. He cooled the 
middle part of a tall vessel of water by surrounding this pad 
of the vessel with a freezing mixture. As long as the tempe- 
rature is above 40° F. the cooled water descends, and causes 
a fall of temperature in a thermometer placed in the \owa 
part of the vessel. Another thermometer, placed in the 
upper part of the vessel, remains stationary. But when the 
temperature is below 39° F. the water cooled by the freeiing 
mixture becomes lighter and ascends, causing tlie upper 
thermometer to fall, wliile the lower one remains sta- 
tionary. 

The investigation of the maximum density of water has 
been greatly improved by Joule, who also 
made use of convection currents. He em- 
ployed a vessel consisting of two vertical 
cylinders, each 4^ feet high and 6 inches 
diameter, connected below by a wide tube 
with a cock, and above by an open trough 
or channel. The whole was filled with water 
up to such a level that the water could flow 
freely through the channel A glass specific 
gravity bead which would just float in walet 
was placed in the channel, and served to 
indicate any motion ' of the water m the 
channel. The very smallest difference <rf 
density between the portions of water in the 
two columns was sufficient to produce a 
current, and to move the bead in the 
cliannel. 

The cock in the connecting tube being 
closed, the temperature of the water in the two tubes was 
tbe wmer well mixed in each tube by e 
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dnd wheE it had come to rest the temperature of each 
column was observed, and the cock was opened. If a cur- 
rent was then observed in the chaiine!, it indicated that 
the water in the tube towards which tlie current flowed was 
the denser. By finding a pair of different temperatures 
at which the density is exactly the same, we may be sure 
that one of them is below and the other above the tempe- 
rature of maximum density ; and by obtaining a series of 
such pairs of temperatures of which the difference is smaller 
and smaller, Dr. Joule determined the temperature of maxi- 
mum density to be 39°'! F. within a very small fraction of a 
degree. 






CHAPTER XVIII. ^ 

ON THE DIFFUSION OF HEAT BV CONDUCTION. 

'henevek different parts of a body are at different tem- 
itures, heat flows from the hotter parts to the neigh- 
miing colder parts. To obtain an p 

of conduction, let us 
isider a large boiler with a flat 
ittom, whose thickness is c. Tlie 
maintains the lower surface 
the temperature t, and heat '[ 
'S upwards through the boilei 
ite to the upper surface, which L 
contact with the water at the lower temperature, s. 
Let us now restrict ourselves to the consideration of i 
rectangular portion of the boiler plate, whose length is a, 
its breadth b, and its thickness c. 

The things to be considered are the dimensions of this 
portion of the body, and the nature of the material of which 
made, tlie temperatures of its upper and 'ower surfaces 
the flow of heat through it as determined by t 
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ce of temperature, and 10 t!ie conductivity, and inversely 
aportional to the thickness of the plate. 

ON THE DIMENSIONS OF k, THE SPECIFIC THERMAL ^m 
COhTDUCTlVITV. ^H 

From tl;e equation we finj ^| 

A = - 



(T-S) 

Hence if [l] be the unit of length, [t] the unit of time, 
i] rthe unit of heat, and [0] the unit of temperature, the 

mensions of k will be ^ I— J^n- • 
[lt0] 

The fiirther discussion of the dimensions of i will depend 

n the mode of measuring heat and temperature. 

(i) If heat is measured as energy-, its dimensions are 

— „— , and those of k become , — . This may be 
t' J Lt^ 0J 

ailed the dynamical measure of the conductivity. 

(3) If heat is measured in tliermal units, such that each 
hermal unit is capable of raising unit of mass of a standard 
ibslance through one degree of temperature, the dinien- 
ioas of M are [m 0], and those of k will be ["-^1 ■ This 

nay be called the caloriindrk measure of the conductivity. 
(3) If we take as the unit of heat that which will raise unit 
t vn/ume of the substance itself one degree, the dimensions 
e [l^© ], and those of A are f — "[ . This may be 

lUed the thtrmomelrk measure of the conduct! vit)-. 
In order to obtain a distinct conception of tlie flow of 
^t through a solid body, let us suppose that at a given 
Slant we know the temperature of every point of the body. 
'we now suppose a surface to be described within the 
(dy such that at every point of this surface the terapcra- 
' I'-bas a given value T% we may call this surlAt:e |' 
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isothermal surface of t". (Of course, when we 
this surface to exist in the body, we do not conceive the 
body to be altered in any way by this supposition, as if ihe 
body were really cut in two by it.) This isothermal 
separates those parts of the body which are hotter than 
the temperature t" from those which are colder than this 
temperature. 

Let us now suppose the isothermal surfaces dnwn for 
every exact degree of temperature, from that of the hottest 
part of the body to that of the coldest part. These surfaces 
may be curved in any way, but no two different surfaces 
can meet each other, because no part of the body can at 1 
the same time have two different temperatures. The b»3y 
will therefore be ilivided into layers or coats by these sur- 
faces, and the space between two isothermal surfaces differing 
by one degree of temi>erature will be in the form of a thin , 
shell, whose thickness may vary from one part to another, j 

At every point of this shell there is a flow of heat from 
the hotter surface to the colder surface through the substance 
of the shell 

The direction of this flow is perpendicular to the surface 
of the shell, and the rate of flow is greater the thinner the 
shell is at the place, and the greater its conductivity. 

If we draw a line perpendicular to the surface of the shell, 
and of length unity, then if c is the thickness of the shell, 
and if the neighbouring shells are of nearly the same thick- 
ness, this line will cut a number of shells equal to - . This, 

then, is the difference of temperature betiveen two points in 
the body at unit of distance, measured in the direction of 
the flow of heat, and therefore the flow of heat along this 
line is measured by — , where k is the conductivity. 

We can now imagine, with the help of the isothermal sur- 
faces, the stale of the body at a given instant. ^Vhereve^ 
there is inequality of temperature between neighbonriag . 
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S of the body s. flow of heat is going on. This flow is 
e perpendicular to tlie isothermal surfaces, and the 

f through unit of area of one of these surfaces in unit of 
! is equal to the conductivity divided by the distance 

o consecutive isothermal surfaces. 
"he knowledge of the actual thermal state of the body, 

3 of the law of conduction of heat, ihus enables us to 
" determme the flow of heat at every part of the body. If the 
flow of heal is such that the amount of heat which flows into 
any portion of the body is exactly equal to that which flows 
out of it, then the thermal state of this portion of the body J 
will remain the same as long as the flow of heat fulfils this 
condition. 

If this condition is fulfilled for every part of the body, the 
temperature at any point will not alter with the time, the 
system of isothermal surfaces will continue the same, and the 
flow of heat will go on without alteration, being always the 
same at the same |)art of the body. 

This state of things is referred to as \ht stafe of steady flom 
of heai. It cannot exist unless heat is steadily supplied to 
the hotter parts of the surface of the body, from some source 
external to the body, and an equal quantity removed from 
the colder parts of the surface by some cooling medium, 
by radiation. 

The state of steady flow of heat requires the fulfilment at 
every part of the body of a certain condition, similar to that 
which is fulfilled in the flow of an incompressible fluid. 

When this condition is not fulfilled, the quantity of heat 
which enters any portion of the body may be greater or less 
than that which escapes from it. In the one case heat will 
accumulate, and the portion of the body will rise in tempe- 
rature. In the other case the beat of the portion will 
diminish, and it will fall in temperature. The amount of 
this rise or fall of temperatiue will be measured nurnerically 
by the gain or loss of heat, divided by the capacity for hi 
l^£^.tlie portion considered. 
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If the portion considered is unit of volume, and if j 
measure heat as in ihe ihirr! method given at p. 235 by At 
quantity required to raise unit of vohinie of the subsiane^ 
in its actual state, one degree, then the rise of temperature 
of this portion will be numerically equal to the total flo» 

We are now able, by means of a thorough knowledge of 
the thermal state of the boiiy at a given instant, to detennioe 
the rale at which the temperature of every part must be 
changing, and therefore we are able to predict its state in 
the succeeding instant. Knowing this, we can predict ils 
state in the next instant following, and so on. 

The only parts of the body to which this method does not 
apply are those parts of its surface to which heat is supplied, 
or from which heat is abstracted, by agencies external to the 
body. If we know either the rate at which heat is supplieil 
or abstracted at every part of the surface, or the actual tem- 
perature of every part of the surface during the whole time, 
either of these conditions, together with the original themml 
state of the body, will afford sufficient dati for calculating 
the temperature of every point during all time to come. 

The discussion of this problem is the subject of the great 
work of Joseph Fourier, Thhrie de la Cliakur. It is not 
possible in a treatise of the size and scope of this book to 
reproduce, or even to explain, the powerful analytical methods 
employed by Fourier to express the varied conditions, as to 
the form of its surface and its original thermal state, to which 
the body may be subjected. These methods belong, rather, 
to the general theory of the application of mathematics to 
physics; for in every branch of ph3'sics, when the invest^- 
tion turns upon the expression of arbitrary conditions, we 
have to follow the method which Fourier first pointed out 
in his ' Theory of Heat.' 

I shall only mention one or tAvo of the results given by 

Fourier, in which tlie intricacies arising from the arbitrary 

itions of the problem are avoided. 
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^^■The first of these is the case in which the solid is supposerl 
^^■infinite extent, and of the same conductivity in every part. 
^^B The temperature of every point of this body al a given 
^HtDe is supposed to be known, and it is required to deter- 
I' mine the temperature of any given point p after a time / has 
elapsed. 

Fourier has given a complete solution of this problem, of 
which we may obtain some idea by means of the following 
considerations. Let k be the conductivity, measured by the 
third method, in which the unit of heat adopted is that 
(hich will raise unit of volume of the substance one degree ; 

ki = u\ 
will be a line the length of which will be proportional 
9 the square root of the time. 

I Let Q be any point in the body, and let its distance from 
Let the original temperature of Q be fl. Now take 

. ^ 

\. quantity of matter proportional to e +*' and of the 
—Bmperature ti, and mix it with portions of matter taken 
^rom every other part of the body, the temperature of each 
portion being the original temperature of that point, and 

the quantity of each portion being proportional to e ^■ 
The mean temperature of all such portions will be the 
temperature of the point p after a time I. 

In other wonls, the temperature of p after a time i may 
be regarded as in some sense the mean of the original 
temperatures of all parts of the boiiy. In taking this mean, 
however, different parts are allowed different weights, de- 
ling on their distance from P, the parts near P having 
; mfluence on the result than those at a greater dis- 
e. 

he mathematical formula which indicates the weight to 

! given to the temperature of each part in taking the 

a very important one. It occurs in several 
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branches of physics, particularly in the theory of c 
d in that of the [notions of systems of molecules, 
It follows from this result that, in calculating the tem- 
perature of the point P, we must take into account the 
temperature of every other point q, however distant, and 
however short the time may be during which the propaga- 
tion of heat has been going on. Hence, in a strict sense, 
the influence of a heated part of the body extends to the 
most distant parts of the body in an incalculably short time, 
so that it is impossible lo assign to the propagation of heat 
a definite velocity. The velocity of propagation of thermal 
effects depends entirely on the magnitude of the effect 
which we are able to recognise ; and if there were no limit 
to the sensibility of our instruments, there would be no 
limit lo the rapidity with which we could detect the in- 
fluence of heat applied to distant parts of the body. But 
while this influence on distant points can be expressed 
mathematically from the first instant, its numeiical value is 
excessively small-until, by the lapse of time, the line a has 
grown so as to be comparable with r, the distance of p from 
Q. If we take this into consideration, and remember that it 
is only when the changes of temperature are comparable with 
the original differences of temperature that we can detect 
them with our instraments, we shall see that tlie sensible 
propagation of heat, so far from being instantaneous, is an 
excessively slow process, and that the time required to 
produce a similar change of temperature in two similar 
sj'stems of different dimensions is proportional to the 
square of the linear dimensions. For instance, if a red-hot 
ball of four inches' diameter fired into a sandbank has in an 
hour raised the temperature of the sand six inches from its 
centre 10° F., then a red-hot ball of eight inches' diameter 
would take four hours to raise the temperature of the sand 
twelve inches from its centre by the same number of degrees. 
This result, which is very important in practical questions 
about the time of cooling 01 Watm?, ol \Kii\e=, of an^ fonji 
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may be deduced directly from the consideration of the 
(Umensions of the quantity k — namely, the square of a length 
divided by a lime. It follows from this that if ii 
equally heated systems of similar form but different dimen- 
sions the conductivity and the temperature are the same at 
corresponding points at first, then the process of diffusion of 
heat win go on at different rates in the two systems, so that 
if for each system the time be taken proportional to the 
square of the linear dimensions, the temperatures of ct 
sponding points will still be the same in both systems. 

The method just described affords a complete det 
tion of the temperature of any point of a homogeneous 
infinite solid at any future time, the temperature of every 
|ioint of the solid being given at the instant from which we 
begin to count the time. But when we attempt to deduce 
from a knowledge of the present thermal state of the body 
what must have been its state at some past d 
tliat the method ceases to be applicable. 

To make this attempt, we have only to make /, the 1 
symbol of the time, a negative quantity in the expressions I 
given by Fourier. If we adopt the method of taking the ] 
mean of the temperatures of all the particles of the solid, each 1 
particle having a certain weight assigned to it in taking the I 
mean, we find that this weight, according to the formula, ii 
greater for the distant particles than for the neighbouring ones 
a re.sult sufficiently startling in itself But when we find I 
tliat, in order to obtain the mean, after taking the s 
the temperatures multiplied by their proper factors, we have j 
10 divide by a quantity involving the square root of /, 
the time, we are assured that when / is taken negative the 
operation is simply impossible, and devoid of any physical 
meaning, for the square root of a negative quantity, thougli 
it may be interpreted with reference to some geometrical 
operations, is absolutely without meaning with reference i 

It appears, therefore, that Fourier's solutioa t 
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problem, though complete considered with reference to future 
time, fails when we attempt to discover the state of the 
body in past time. 

In the diagram fig. 33 the curves show the distribution of 
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Scale of Temperature 



temperature in an infinite mass at different times, after the 
sudden introduction of a hot horizontal stratum in the 
"^idst of the infinite solid. TYv^ \.^rK^^\^i\ML^ Is indicated by 
bonzontdl distance to ^e tv^x. q?^ xJev^N^tCx^^AXx^^^-ssA 
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the hot stratum is supposed to have been introduced at the 
middle of the figure. 

The curves indicate the temperatures of the various strata 
one hour, four hours, and sixteen hours after the intro- 
duction of the hot stratum. The gradual diffusion of the 
heat is evident, and also the diminishing rate of diffusion as 
its extent increases. 

The problem of the diffusion of hekt in an infinite solid 
does not present those difficulties which occur in problems 
relating to a solid of definite shape. These difficulties 
arise from the conditions to which the surface of the solid 
may be subjected, as, for instance, the temperature may be 
given over part of the surface, the quantity of heat supplied 
to another part may be given, or we may only know that 
the surface is exposed to air of a certain temperature. 

The method by which Fourier was enabled to solve many 
questions of this kind depends on the discovery of har- 
monic distributions of heat. 

Suppose the temperatures of the different parts of the body 
to be so adjusted that when the body is left to itself under 
the given conditions relating to the surface, the tempera- 
tures of all the parts converge to the final temperature, 
their differences from the final temperature always preserv- 
ing the same proportion during the process ; then this 
distribution of temperature is called an harmonic dis- 
tribution. If we suppose the final temperature to be taken 
as zero, then the temperatures in the harmonic distribution 
diminish in a geometrical progression as the times increase 
in arithmetical progression, the ratio of cooling being the 
same for all parts of the body. 

In each of the cases investigated by Fourier there may 
be an infinite series of harmonic distributions. One of 
these, which has the slowest rate of diminution, may be 
called the fundamental harmonic : the rates of diminution 
of the others are proportional to the squares of the natural 
numbers. 

b2 
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If the body is originally healed in any arbitrary manner, 
Fourier shows how to express the original temperature as the 
sum of a. series of bannonic distributions. When the body 
s left to itself the part depending on the higher harmonics 
rapidly dies away, so that after a certain time the distribu- 
tion of heat continually approximates to that due lo the 
fundamental harmonic, which therefore represents the law 
of cooling of a body after the process of diffusion of heal 
has gore on for a long time. 

Sir William Thomson has shown, in a paper published in 
the ' Cambridge and Dublin Mathematical Journal ' in 1 844, 
how to deduce, in certain cases, the thermal state of a body 
in past time from its observed condition at present 

For this purpose, the present distribution of temperatiare 
must be expressed (as it always may be) as the sum of a 
series of harmonic distributions. Each of these harmonic 
distributions is such that the difference of the temperature of 
any point from the final temperature diminishes in a geo- 
metrical progression as the time increases in arithmetical 
progression, the ratio of the geometrical progression being 
the greater the higher the degree of the harmonic 

If we now make / negative, and trace the history of the 
distribution of temperature up the stream of time, we shall 
find each harmonic increasing as we go backwards, and the 
higher harmonics increasing faster than the lower ones. 

Ifthe present distribution of temperature is such thai it 
may be expressed in a finite series of harmonics, the distri- 
bution of temperature at any previous time maybe calculated; 
but if (as is generally the case) the series of harmonics is 
infinite, then the temperature can be calculated only when 
this series is convergent. For present and future time it is 
always convergent, but for past rime it becomes ultimately 
divergent when the rime is taken at a sufficiently remote 
epoch. The negative value of /, for which the series becomes 
tiJrimately divergent, indicates a certain date in past ijrae 
sach that the present sta.\.e otftfttv^ «Hw«A.\ife iaixsKwl ftoni 
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ny distribution of temperature occurring previously to that 

late, and becoming diffused by ordinary conduction. Some 

;r evens besides ordinary conduction must have occurped 

e that date in order to produce the present stale of things. 

This is only one of the cases in which a consideration of 

: dissipation of energy leads to the determination of a 

Uperior limit to the antiquity of the observed order of 

hings. 

A very important class of problems is that in which there 

s 3. steady flow of heat into the body at one point of 

IS surfece, and out of it at another part. There is a 

ertain distribution of temperature in all such cases, which 

' once established will not afterwards change: this is 

ailed the permanent distribution. If the original distri- 

lUrion differs from this, the effect of the diffusion of heat will 

cause ihe distribution of temperature to approximate 

fithout limit to this permanent distribution. Questions 

tiating to the pennanenl distribution of temperature and 

be steady flow of heat are in general less difficult than 

in which this state is not established. 

Another important class of problems is that in which heat 

supplied to a portion of the surface in a periodic manner, 

in the case of the surface of the earth, which receives and 

lits heat according to the periods of day and night, and 

lite longer periods of summer and winter. 

The effect of such periodic changes of temperature at the 
irface is to produce waves of heat, which descend into the 
irth and gradually die away. The length of these waves is 
roporrional to the square root of the periodic time. If we 
examine the wave at a depth such that the greatest heat 
occurs when it is coldest at the surface, then the ejntent of 
the variation of temperature at this depth is only ^ of its 

Ialue at the surface. In the rocks of this country this 
I about 25 feet for the annual v: 
,ln the diagram fig. 34 the distribution of temperature J 
b different strata is remesented at two differen t times, i 
\ 
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Since the depth of the wave varies as the square root of the 
periodic time, the wave-length of the annual variation of 
temperature will be about nineteen times the depth of those 
of the diurnal variation. At a depth of about 50 feet the 
variation of annual temperature is about a year in arrear. 

The actual variation of temperature at the surface does 
not follow the law which gives a simple harmonic wave, but, 
however complicated the actual variation may be, Fourier 
shows how to decompose it into a number of harmonic 
waves of which it is the sum. As we descend into the earth 
these waves die away, the shortest most rapidly, so that we 
lose the irregularities of the diurnal variation in a few inches, 
and the diurnal variation itself in a few feet. The annual 
variation can be traced to a much greater depth 
depths of 50 feet and upwards the temperature is sensibly 
constant throughout the year, the variation being less than 
the five-hundredth part of that at the surface. 

But if we compare the m n mperatu at different 
depths, we find that as we de d h temperatui 

rises, and that after we have pa d h g th upper strata, 
in which the periodic variations f mp are observed, 

this increase of temperature g d sceiid to the 

greatest depths known to man I h ry the 

increase of temperature appears to be about 1° F. for 50 
feet of descent. 

The fact that the strata of the earth are hotter below than 
above shows that heat must be flowing through them from 
below upwards. The amount of heat which thus fl 
upwards in a year through a square foot of the surface 
easi]y be found if we know the conductivity of the substance 
through which it passes. For several kinds of rock 
conductivity has been ascertained by means of experiment 
made upon detached portions of the rock in the laboratory, 
Buta still more satisfactory method, whereit can be employs 
is to make a register of the temperature at different dept 
throughout the j-ear, and from thvs to iei£rav\iift, " 
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of the annual wave of temperature, or its rate of d 
From either of tliese data the conductivity of the substance 
of the earth may be found without removing the rocks from 
their bed. 

By observations of this kind made at different points of 
the earth's surface we might determine the quantity of heat 
which flows out of the earth in a year. This can be done 
only roughly at present, on account of the small number of 
places at which such observations have been made, but we 
know enough to be certain that a great quantity of heat 
escapes from the earth every year. It is not probable that 
any great proportion of this heat is generated by chemical 
action within the earth. We must therefore conclude that 
there is less heat in the earth now than in former periods of 
its existence, and that its internal parts were formerly very 
much hotter than they are now. 

In this way Sit W. Thomson has calculated that, if no 
change has occurred in the order of things, it cannot have 
been more than 200,000,000 years since the earth was in 
the condition of a mass of molten matter, on which a solid 
crust was just beginning to form. 
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The most obvious method of detennining the conduc- 
tivity of a substance is to form it into a plate of UDifonn 
thickness, to bring one of its surfaces to a known tempera- 
ture and the other to a known lower temperature, and to 
determine the quantity of heat which passes through the 
plate in a given time. 

For instance, if we could bring one surface to the tem- 
perature of boiling water by a current of steam, and keep 
the other at the freezing temperature by means of ice, we 
might measure the heat transmitted either by the quantity 
of steam condensed, or by the quantity of ice melted. 
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The chief difficulty in this method is that the surface of 
the plate does not acquire the temperature of the steam or 
the ice with which it is in contact, and that it is difficult to 
ascertain its real temperature with the accuracy necessary 
for a determination of this kind. 

Most of the actual determinations of conduclivity have- 
been made in a more indirect way — by observing the per- . 
manent distribution of temperature in a bar, one end of' 
which is maintained at a high temperature, while the rest 
of its surface is exposed to the cooling effects of the atmo- 1 

The temperatures of a series of points in the bar are 
ascertained by means of thermometers inserted into holes 
drilled in it, and brought into tliermal connexion with its 
substance by means of fluid metal surrounding the bulbs. 

In this way the rale of diminution of temperature with 
the distance can be ascertained at various points on the bar. 

To determine the conductivity, we must compare the 
rate of variation of temperature with the flow of heal which 
is due to it. It is in the determination of this flow of heat 
that the indirectness of the method consists. The most 
trustworthy method of determining the flow of heat is that 
employed by Principal Forbes in his experiments on the- 
conduction of heatinan iron bar.' He took a bar of exactly 
the same section and material as the experimental bar, and, 
after heating it uniformly, allowed it to cool in air of the 
same temperature as that surroimding the experimental bar. 
By observing the temperature of the cooling bar at frequent 
intervals of time, he ascertained the quantity of heat which 
escaped from the sides of the bar, this heat being measured 
in terms of the quanrity of heat required to raise unit of 
volume of the bar one degree. This loss of heat depended 
of course on the temperature of the bar at the lime, and a, 
table was formed showing the loss from a linear foot of 
bar in a minute at any temperature. 

' Trans. Si)i. Sac. £Jiii6. 1861-2. 
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Now, in the experimental bar the temperalure of evof 
pari was known, and therefore the loss of heat from any 
given portion of the bar could be found by making use of 
the table. To determine the flow of heat across any par- 
ticular section, it was necessary to sum up the loss of heat 
from all parts of the bar beyond this section, and when this 
was done, by comparing the flow of heat across the section 
with the nte of diminution of temperature per linear fiwt 
in the curve of temperature, the conductivity of the bar 
fur the temperature of the section was ascertained. Prin- 
cijtal Forbes found that the thermal conductiiity of iran 
di-creases as the temperature increases. 

The conductivity thus determined is expressed in tems 
of tl)e quantity of heat required to raise unit of volume «^ 
tht substana one ilegree. If we wish to express it in the 
ordinary way in terms of the thermal unit as defined with 
reference to water at its maximum density, we must 
multiply our result by the specific heat of the substance, 
and by its density ; for the quantity of heal required to 
raise unit of mass of the substance one degree is its specific 
heat, and the number of units of mass In unit of volume is 
the density of the substance. 

As long as we are occupied with questions relating to tiw 
diffusion of heat and the waves of temperature in a single 
substance, the quantity on which the phenomena depend 
is the ihermometric conducti^-ity expressed in terms of the 
substance itself; but whene^'er we have to do with riie 
etfects of the How of heal upon other bodies, as in the case 
of boiler plates, steam -condensers, &c., we must use a 
definite thermal unit, and express the calorimetric con- 
ductivity in terms of iL It has been shown by Professor 
Tvndall that the wave of temperature travels faster in his- 
wuth than in iron, though the conducti\-ity of bismuth is 
nuich less than that of iron. The reason is that the 
Ihenual capacity of the iron is much greater than that of «0 
eQUtl volume of bismuth. 
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Forbes was the first to remark that the order in which 
the metals follow one another in respect of thermal con* 
duclivity is nearly the same as their order as regards e!ectri<a 
conductivity. This remark is an im[HDttani one as regard 
certain metals, but it must not be pushed too far; foq 
there are substances which are almost perfect insulators t 
electricity, whereas it is impossible to find a substance 
which will not transmit heat. 

The electric conductivity of metals diminishes as 
temperature rises. The thennal conductivity of iron a 
diminishes, but in a smaller ratio, as the temperatur 

Professor Tail has gii'en reasons for believing that t 
thermal conductivity of metals may be inversely proportional j 
to their absolute temperature. 

The electric conductivity of most non-metallic substance 
and of all electrolytes and dielectrics, increases as the tein-" 
perature rises. We have not sufficient data to determine 
whether this is the case as regards their thermal conduc- 
tivity. According to the molecular theory of Chapter XXII. 
the thermal conductivity of gases increases as the tempera.' . 



i very difficult to determine the thermal conductivity 
of fluids, because the variation of temperature which is part 
of the phenomenon produces a variation of density, and 
unless the surfaces of equal temperature are horizontal, and 
the upper strata are the warmest, currents will be produced 
in the fluiil which will entirely mask the phenomena of true 
jonduction. 

■ Another difficulty arises from the fact that most fluids 
pwe a very small conductivity compared with solid bodies. 
Eence the sides of the vessel containing the fluid are often 
e principal channel for the conduction of heat. 
I In the case of gaseous fluids the difficulty is increased hy J 
1|' jjreater mobility of their parts, and by the great variat 
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qI density with change of temperature. Their conductivilj 
is extremely small, and the mass of the gas is generally small 
compared with that of the vessel in which it is conuined. 
Besides this, the effect of direct radiation from the source 
of heat through the gas on the thennomeier produces a 
heating effect which may, in some cases, completely mask 
the effect of true conduction. For all these reasons, ihc 
determination of the thermal conductivity of a gas is n 
investigation of extreme difficulty. 

APPLICATIONS OF THE THEORV. 

The great thermal conductivity of the metals, especislly 
of copper, furnishes the means of producing many thermal 
effects in a convenient manner. For instance, in order 
to maintain a body at a liigh temperature by means of a 
source of heal at some distance from it, a thick rod of copper 
may be used to conduct the heat from the source to the 
borfy we wish to heat ; and when it is desired to warm the 
:iir of a room by means of a hot pipe of small dimensions, 
the effect may be greatly increased by attaching copper 
plates to the pipe, which become hot by conduction, and 
expose a great healing surface to the air. 

To ensure an exact equality of temperature in all the 
parts of a body, it may be placed in a closed chamber formed 
of thick sheet copper. If the temperature is not quite 
uniform outside this chamber, any difference of temperature 
between one part of the outer surface and another will 
produce such a flow of heat in the substance of the copper 
that the temperature of the inner surface will be very nearly 
uniform. To maintain the chamber at a uniform high tem- 
perature by means of a flame, as is sometimes necessary, it 
may be placed in a larger copper chamber, and so suspended 
by strings or supported on legs that very little heat can 
»ss by direct conduction from the outer to the inner wall. 
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next a slowly conducting shell of air, which, however, tenets 
to equalize the temperature by convection ; then another 
highly conducting shell of copper ; and lastly the inner 
chamber. The whole arrangement facilitates the flow of 
heat parallel to the walls of the chambers, and checks its 
flow perpendicular to the walls. Now differences of tempe- 
rature within the chamber must arise from the passage of 
heat from without to within, or in the reverse direction, and 
the flow of heat along the successive envelopes tends only 
to equalize the temperature. Hence, by the arrangement of 
successive shells, alternately of highly conducting and slowly 
conducting matter, and still more if the slowly conducting 
matter is fluid, an almost complete uniformity of temperature 
may be maintained within the inner chamber, even when the 
outer chamber has all the heat applied to it at one poinL 
This arrangement was employed by M. Fizeau in his 
■ researclies on the dilatation of bodies by heat. 



\ 



^^ CHAPTER XIX. 

ON THE DEFFUSEON OF FLl/lDS. 

There are many liquids which, when they are intermingled 
by being stirred together, remain mixed, and, though their 
densities are different, they do not separate from each other 
as oil and water do. When liquids which are capable of 
being permanently mixed are placed in contact with each 
other, the process of mixture goes on in a slow and gradual 
manner, and continues till the composition of the mixture is 
the same in every part. 

Thus if we put a strong solution of any salt in the lower 
part of a tall glass jar, we may, by pouring water in a gentle 
stream on a small wooden float, fill up the jar with water 
without disturbing the solution. The process of diffusion 
will then go on between the water and the solution, and will 
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continue for weeks or months, according to the natute ilt' i 
the sah and tlie height of the jar. 

If the solution of the salt is strongly coloured, as in the 
case of sulphate of copper, bichromate of potash, Stc, we 
may trace the prpcess of diffusion by the gradual rise of the 
colour into the upper part of the jar, and the weakening of 
the colour in the iower part A more exact method is thai 
employed by Sir William Thomson, of placing a number of 
glass bubbles or beads in the jar, whose specific graviiits 
are intermediate between that of the strong solution and 
that of water. At first the beads all float in the surface of 
separation between the two liquids, but as diflfusion goes on 
they separate from each other, and indicate by their positions 
the specific gravity of the mixture at various depths. It is 
necessary to expel the air very thoroughly from both liquids 
by boiling before commencing this experiment. If this is 
not done, air separates from the liquids, and attaches itself 
n the form of small bubbles to the specific gravity beads, so 
that they no longer indicate the true specific gravity of the 
fluid in which they float In order to determine the strength 
of the solution at any point, as indicated by one of the 
beads, we have only to measure the amount of the salt 
which must be added to a known quantity of pure water, in 
order to make the bead swioa iu the mixture. 

Another method which lias been suggested of observing 
the process of diffusion is to substitute for the jar a hollow 
glass prism having its refracting edge vertical, and to detcr- 
le the refraction of a horizontal ray of light passing through 
the prism at different heights. To determine the strength 
of the solution indicated by an observed deviation of the 
ray of light, we have only to make a series of experinunts j 
with the same prism on solutions of known stren 

There are many pairs of liquids which do not diffuse into 
each other, and there are others in which the diffusion, after 
ng on for some time, stops as soon as a certain small 
•tion of the heavier liquid has become mixed «i(fa lllfr y 
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lighter, and a small proportion of the lighter has become 
mixed with the heavier. 

In the case of gases, however, tTiere is no such Umitation. 
Every gas diffuses into every other gas, so that, however 
different the specific gravities of two gases may be, it i 
impossible to keep them from mixing if they are placed i 
the same vessel, even when the denser gas is placed below 
the rarer. 

The fact of the diffusion of gases was first remarked by 
Priestley. The laws of the phenomena were first investif 
by Graham. The rate at which the diffusion of any substance 
goes on is in every case proportional to the rale of variation 
of the strength of that substance in the fluid as we pass 
along the line in which the diffusion taies place. Each 
substance in the mixture flows from places h xi ts n 

greater quantity to places where it is less b 1 

The law of diffusion of matter is theref f dy he 

same form as that of the diffusion of he by 1 ti n, 
and we can at once apply all that we kno b h n- 
duction of heat to assist us in understand g h ph ma 
of the difl^sion of matter. 

To fix our ideas, let us consider two very thin horizontal 
strata of the mixture, at a distance from each other equal to.:, 
and we shall suppose that diffusion is going on at a constant 
rate through the part of the fluid between these strata. 

Let the quantity of one of the substances, say the denser, 
in unit of volume of the mixture be q in the lower stratum 
and g in tlie upper stratum, Q being greater than q ; then 
dififiision of tliis substance will lake place from the lower 
stratum to the upper through the intervening fluid, whose 
thickness is c. Let m be the quantity of the substance 
which passes upward in a time / through a horizontal area 
Bho se length is a and whose breadth is b ; then we find, as 
e of heat, 
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Here instead of u, a quantity of heat, we have M, 4 ' 
quantity of matter diffused ; and instead of t— s, the differ- 
ence of two temperatures, we have Q— f, the difierence of 
the density of that kind of matter in two different strati. 
FinaRy, k, instead of meaning the thermal conductiviiy, 
means the coefficient of diffusion of the given s 
in the given mixture. 

If we determine k from this equation, we find 



Here a A r are lines, Q and q are densities or quantities «f 
matter in unit of volume, and m is a quantity of matto. 
Hence the fraction is of ihe nature of a volume 

which is of three dimensions as regards length. We thus 
find that the dimensions of A, the coefficient of diffusion, 
are equal to the square of a length divided by a time. 

Hence, in the experiment with the jar, i he verlica! 
distance between strata of corresponding densities, as in- 
dicated by the beads which float in them, varies as the 
square root of the time from the beginning of the diffuaon. 

When the mixture of two hquids or gases is effected in a 
more rapid manner by agitation or stirring, the only effect 
of the mechanical disturbance is to increase the area of the 
surfaces through which diffusion takes place. Instead of 
the surface of separation being a single horizontal plane, il 
becomes a surface of many convolutions, and of great 
extent, and in order to effect a complete mixture the diffu- 
sion has to extend only over the distance between the 
successive convolutions of this surface instead of over half 
the depth of the vessel. 

Since the time required for diffusion varies as the square 
of the distance through which ihe diffusion takes place, it 
s easy to see that by stirring the solution in a jar along 
water above it, a complete mixture may be effected 
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n a few seconds, which would have required months if the 
jar had been left undisturbed. That the mixture effected 
l)y stirring is not instantaneous may be easily seen by 
observing that during the operation the fluid appears to 
be full of streaks, which cause it to lose its transparency. 
This arises from the different indices of refraction of different 
portions of the mixture, which have been brought near each 
other by stirring. The surfaces of separation are so drawn-i 
out and convoluted that the whole mass has a woolly 
appearance, for no ray of light can pass without beii 
turned many limes out of its path. 

The same appearance may also be observed when wftj 
mix hot water with cold, and even when very hot 
mixed with cold air. This shows that what is called the 
equalization of temperature by convection currents really 
takes place by conduction between portions of the sub- 
stance brought near each other by the currents. 

If we observe the process of diffusion with our most 
powerful microscopes, we cannot follow the motion of any 
individual portions of the fluids. We cannot point out one 
place in which the lower fluid is ascending, and another in 
which the ujiper fluid is descending. There are no currents 
visible to us, and the motion of the material substances goes 
on as imperceptibly as the conduction of heat or of elec- 
tricity. Hence the motion which constitutes diffusion must 
be distinguished from those motions of fluids which we can 
trace by means of floating motes. It may be described as 
a motiou of the fluids, not in mass, but by molecules. 

We have not hitherto taken any notice of molecular 
theories, because we wish to draw a distinction between 
that part of our subject which depends only on the 
universal a.xioms of dynamics, combined (vith observa- 
tioiw of the properties of bodies, and the part which en- 
deavours 10 arrive at an explanation of these properties by 
attributing certain motions to minute portions of matter 
i^Jijch are as yet invisible to us. 
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The description of diffusion as a molecular motion is 
one which we shall justify when we come to treat of 1110- 
iecular science. At present, however, we shall use the 
phrase ' molecular motion ' as a convenient mode of describ- 
ing the transference of a fluid when the motion of sensible 
portions of the fluid cannot be directly observed. 

Graham observed that the diffusion both of liquids and 
gases takes place through porous solid bocfies, such as 
plaster of Paris and pressed plumbago, at a rate not very iniidi 
less than when no such body is interposed, and this eseir 
when the solid division is amply sufiicient to check all 
ordinary currents, and even to support considerable diffe'- 
ences of pressure on its opposite sides. 

By taking advantage of the different velocities with which 
different liquids and gases pass through such substances, he 
was enabled to effect many important analyses and to anive 
at new %-iews of the constitution of various bodies. 

But there is another class of cases in which a liquid 01 
gas can pass through a diaphragm which is not in the 
ordinary sense porous. For instance, when carbonic acid 
gas is confined in a soap-bubble it gradually escapes. The 
liquid absorbs the gas at its inner surface, where it has Ae 
greatest density ; and on the outside, where the density of 
the carijonic acid is less, the gas diffuses out into the atmo- 
sphere. During the passage of the gas through the film itis 
in the state of solution in water. It is also found that hydro- 
gen and other gases can pass through a layer of caoutchouc 
The ratios in which different gases pass through this substance 
are different from the ratios in which they percolate through 
porous plugs. Graham shows that the chemical relations 
between the gases and the caoutchouc determine these 
id that it is not through poies in the ordinary sense 
that the motion takes place. 

According to Graham's theory, the caoutchouc is a coIloTd 

substance — that is, one which is capable of being iniited, in a 

:y and very loose manner, with various propottioB&' 
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of other substances, just as glue \v'\\\ form a jelly with 
various proportions of water. Another class of substances, 
whicli Graham calls crystalloid, are distinguished from these 
by being always of definite composition, and not admitting' 
of these temporary associations. When a colloid substani 
has in differents parts of its mass different proportions 
water, alcohol, or solutions of crystalloid bodies, diffusii 
takes place through the colloid substance, although 
of it can be shown to be in the liquid state. 

On the other hand, a solution of a colloid substanc-e 
almost incapable of diffusion through a porous solid, 
through another colloid substance. ThuSj if a solution 
gum in water containing salt be placed in contact wit? 
solid jelly of gelatine containing alcohol, salt and watrt 
win be diffused into the gelatine, and alcohol will be diffusi ' 
into the gum, but there will be no mixture of the gum an( 
the gelatine. 

There are certain metals whose relation to certain 
Graham explained by this theorj'. For instance, hydrogen' 
can be made to pass through iron and palladium at a hij " 
temperature, and carbonic oxide can be made to 
dirough iron. The gases form colloidal unions with 
metals, and are diffused through them just as water is difiui 
through a jelly. 

Graham made many determinations of the relative d; 
sibility of different salts, .\ccur3te determinations of 
coeflicient of diffusion of liquids and gases are very m 
wanted, as they furnish important data for the moleculi 
theory of these bodies. The most valuable del 
of this kind are those of the coefficient of diffusion betwei 
mple gases made by Professor J. Loschmidt 

s determined the coeflicient of difSision in squa 

crimentiil-L'nleisucliungen iiber die DifTusion von Gasen ohnq 
t Scheidew^ile. Sitzb. i). k. Akad, d. Wisscnsch. 1 
band July 1S70.] 
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iDcH^s pa* hour for i£n pa5is of liie most impoitaiit gases. 
Wf shsU cnrnndfT these resiihs viisn «ie ooiiie to the mole- 

cdIsj iheonp of gases. 
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Wi: liare bitibeslo oosnsidened the ene^gj of a body as 
^£pcn£iBg odIj om iis tesupeotzme and its voimiieL The 
vhok <3lf tibe esiei^ of gases, 23id the most m^KKtant pait of 
the eoei^ of hqiuds, may be e^nessed in this way, but a 
veiT zn^MTlant part of the eneigy of a scrfid body may 
depend on the fonn which it is compcDcd to assmne as 
wdl as on its Tf^nmei We shaQ letmn to diis subject 
when treating of Elasticity and Viscosily, but we shall con- 
sider at present that part of the eneigy of a Hquid which 
(depends on the nature and extent of its surface: 

To investigate the properties of a liquid surface, it is 
advisable to make use of the liquid in a form in which the 
siirface is large in proportion to the volume. For this 
puipose, let us take common soe^Kuds, or Plateau's mixture 
of soap and glycerine, and blow a small bubble at the end 
of a tube ^ith a bell mouth. A tobacco-inpe will answer, 
if the b<H^e of the tube is large enough After blowing the 
bubble at one end of the tube, place the other end near 
the flame of a candle. The bubble will contract and drive 
a cumait of air through the tube, as may be seen by its effect 
on the flame. 

This shows that the bubble presses on the air within it, 
and is like an elastic bag. To enlaige the bubUe by 
blowing into the tube, work must be done to force the air in, 
because the jxessure inside the bubble is greater than that 
of the air outside. This work is stored up in the film of 
nsnds, for it is able to blow the air out again with an 
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certain intnnsic enei 



depending m some way on 

The bubble consists of a thin stratum of liquid boundei! 
by air on both siijes. The intrinsic energy of the liquid, 
considered with reference to its volume and temperature 
only, will be the same for a bubble containing the same 
quantity of liquid, to whatever size it may be blown. But 
we know that work is done in making the bubble larger, 
and the only difference when the bubble is blown larger 
is that the surface of the liquid exposed to air is increased. 

It appears from this, that in taking account of the energy 
of a system one of whose constituents is a liquid, 
take account, not only of the temjicrJlure and volume of 
liquid, but of the extent and nature of its bounding surfact 
In the case of the bubble the energy is greater the greal 
the extent of surface exposed to air. The amount of thi 
energy for a soap-bubble at ordinary temperati 
cording to Plateau, about 56 gramme-metres per squi 
metre in gravitation units. This is the amount of 
required to blow a soap-bubble whose superficial extent 
one square metre. As the soap-bubble has two surfaces 
exposed to air, the energy of a single surface is only 28 
gramtne-metres per square metre. 

We shall call this the sitperficial energy of the soap- 
bubble. It is measured by the energy in unit of surface, 
and its dimensions when expressed in dynamical measure 
E therefore ; 

energy 
area 
fit is of one dimension as regards mass, and of two di 

s inversely as regards time, and it is independent of the 
uit of length. Superficial energy depends on the nature 
f both the media of which the surface is a boundary. 
Jte media must be such as do not mix with each other, 
Sierwise diffusion occurs, and the surface of separation 
mes indefinite ; bnt there is a coefficient of superficial 
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energy fw every surface which separates two liquids which 
do not mix — a liquid and a gas, or its own vapour ; and for 
the surface which separates a liquid and a solid, whether it 
dissolves the solid or noL There is also a coefficient of 
superficial energy for the surface separating a gas and a 
solid, or two solids ; but as any two gases diffuse into each 
other, they can liave no surface of separation. 
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Superficial Tension. 
When the area of the surface is increased in any way,"? 
must be done ; and when the surface is allowed to contract, 
it does work on other bodies. Hence it acts like a stretched 
sheet of india-rubber, and exerts a tension of the same kind. 
The only difference is, that the tension in the sheet of 
'india-rubber depends on the amount of stretching, and may 
be greater in one direction than in a direction at right 
angles to it, whereas the tension in the soap-bubble remains 
the same however much the film is extended, and the tensioa 
at any point is the same in all directions. 

If we draw a straight line, p Q, across the surface a b d c, 

and if the whole tension exerted by 

^ "^"' c the surface across the line p q is 

y, then the superficial tension is 

measured by the tension across unit 

' of length of the line P Q ; or, ance f 

is the tension across the whole line, 

■", ', a ' 'f T 'S 'he superficial tension across 

unit of length, 

F = T . P (J. 

Now let us suppose that the lines A B and c D were 

originally in contact, and that tlie surface a b d c was 

produced by drawing c d away from a b by the action of 

the force f. 

li ive suppose A B and b c to be rods wet with soapsuds, 

i placed beCiveen two paT3.\\e\ to4s t. c wvi ■& ^ wi4 then 

iraivn asunder, the soap &.\m ^aoc^-*^^ 
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PR* the superiiciat energy of the fihn per u 

' the work done in drawing it out will be s . a b . a c But if 
F is the force required to draw a b from c d, the same work 
may be written f . a c, or, putting for f its value in terms of 
I T, and equating the two expressions for the work, JH 
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I Hence 



■«r the numerical value of the superficial energy per unit 
s equal to that of the superficial tension per anit of 
fength. This quantity is usually called the Coefficient of 
Capillarity, because it was first considered with reference to 
"'the ascent of liquids in capillary tubes. These tubes de- 
rived their name from the sraallness of their bore, which 
would only admit a hair {capilla). I have used the phrases 
■ superbcial energy ' and ' superficial tension ' because I think 
they help us to direct our attention to the facts, and to 
understand the, various phenomena of liquid surfaces better 
Aan a name which is purely technical, and which has 
L. already done a great deal of harm when used without being 
Bjunderstood, If by the help of this treatise, or otherwise, any- 
[pne has obtained a dear conception of the real phenomena 
Balled Capillary Attraction and Capillarity, he may use 
e words quite freely. The theory as we shall state it 
Joes not differ essentially from that originally given by 
''Laplace, though by the free use of the idea of superfidal 
tension we avoid some of the mathematical operations 
which are required to deduce the phenomena from the 
hypothesis of molecular attractions. 

. We shall now supjjose that the superficial tension is 
for the surfaces which bound every pair of the 
bedia with which we have to do. For instance, we may 
Knote by t„i the superhcial tension of the surface v 
rates the medium a from the medium h. 
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Let there be three fluid media, «, ^, r, and let the surface of 
separation between a and b meet the surface of separation 
between b and c along a line of any form having continuous 
curvature. Let o be a point in this line, and let the plane 
of the paper represent a section perpendicular to the line. 

The three tensions t.^ 1^ and t«, must be in equili- 
brium along this line, and, since we know these tensions, 
we can easily determine the angles which they make with 
each other. In fact, if we construct a triangle a b c having 
lines proportional to these tensions for its sides, the exterior 
angles of this triangle will be equal to the angles formed by 
the three surfaces of separation which meet in a line. 

By trigonometry, if a b c are the angles of the edges 
formed by the media ab c^ then 



sin A 



^ea 



^a» 



sm B sm C 
It appears from this that whenever three fluid media are 



Fig. 36. 



ab 





in contact and in equilibrium, the angles between their 
surfaces of separation depend only on the values of the 
superficial tensions of these three surfaces, and are there- 
fore always the same for the same three fluids. 
But it is not always possible to construct a triangle \sith 
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Biree given lines as its sides. If any one of the lines i 
greater than the sum of the other two, the triangle cannot bfr'B 
rormed. For the same reason, if any one of the three super- ~ 
ficial tensions is greater than the sum of the other two, 
three fluids cannot be in equilibrium in contact. 

For instance, if the tension of the surface separating air-l 
and water is greater than the sum of the tensions of the J 
surfaces separating air and oil, and oil and water,- then 
drop of oil cannot be in equilibrium on the surface of wai 
The edge of the drop, where the oil meets the air and the| 
water, becomes thinner and thinner ; but even wher 
angle is reduced to the thinnest edge, the tension of the fred 
surface of the water exceeds the tensions of the two surfacesB 
of the oil, so that the oil is drawn out thinner and thinnerJ 
till it covers a vast expanse of water. In fact, the pro 
may go on till the oil becomes so thin, and contains e 
small a number of molecules in its thickness, that it 1 
longer has the properties of the liquid in mass. 

When a solid body is in contact with two fluids, then i 
the tension of the surface separating the solid from the first J 
fluid exceeds the sura of the tensions of the other two sur- 
face.s, the first fluid will gather itself up into a drop, and 
the second will spread over the surface. If one of the 
fluids is air, and tlie other a liquid, then the liquid, if it 
corresponds to the first fluid mentioned above, will stand 
in drops without wetting the surface ; but if it corresponds 
to the second, it will spread itself over the whole surface, | 
and wet the solid. ■ 

When the tension of the surface separating the two fluids \ 
is greater than the difference of the tensions of the surfaces , 
separating them from the solid, then the surface of separation 
of the two fluids will be inclined at a finite angle to the 
surface of the solid. Thus, if a andii are the twofluids, and c 
the solid, then to find the angle of contact p o q we must J 
make p o ^ T„t, and o q ^ I'l^. — t„. This angle if 
Ite angle of capillarity. 
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ON THE RISE OF A LIQUID IN A TUBE. 

be a liquid in a tube of a substance c, whose radius 

'10. j7. '5 ''■ '-'^' *^^ ""•'' ^ t)e air or any 

■ other fluid. Let a be ihe angle of ca- 

pillarit)'. The circumference of the 

I tube is a TT ^. All found this circum- 

/ ference there is a tension T^j acting at 

/" ' an angle inclined n to the vertica], and 

p/. g therefore the whole vertical force is 



If this force raises the liquid to a 
height li, then, neglecting the weight of 
the sides of the hollow portion x y j^ 
the weight of fluid supported is 

Equating this force to the weight 
which it supports, we find 



Hence the lieight to which the fluid is drawn up is 
inversely as the radius of the tube. 

A liquid is drawn up in the same way in the space be- 
tween two parallel plates separated by a distance d. If we 
now suppose fig. 38 to represent a section of the film of liquid, 
the horizontal breadth of which is /, then the surface-tension 
of the liquid on the line which bounds the wet and dr>" 
parts of each plate is t I, and this force acts at an angle ■> 
with the vertical. The whole force, therefore, arising 
the surface-tension, and tending to raise the liquid, is 



The weight of the liquid raised is 

Equaling die force to the weight which it supports, v 



r 
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This expression differs from that for the height in a 
cyUnclrical tube only by the substitution of d, the distance 
between the parallel plates, for r, the radius of the tube. 
Hence the height to which a liquid will ascend between 
two plates is equal to the height to which it rises in a tube 
whose radius is equal to the distance between the plates, 
or whose diameter is twice that distance. 

A remarkable application of the principles of thermo- 
dynamics to capillary phenomena has recently been made 
by Sir W. Thomson.' Let a fine tube be j.^, js. 

placed in a liquid, and let the whole be ^ — ~ ^ 

placed in a vessel from which air is ex- // ^s\ 

hausted, so that tiie whole space above 
the liquid becomes filled with its vapour 
and nothing else. 

Let the permanent level of the liquid 
be at A in the small tube, and at b in tiie 
vessel, and let us suppose the tempera- 
ture the same throughout the apparatus. 

There is a state of equilibrium between 
the liquid and its vapour, both at a and at 
B ; otherwise evaporation or condensa- 
tion would occur, and tlie permanent 
state would not exist. 

Now the pressure of the vapour at B exceeds that at a by 
the pressure due to a column of the vapour of the height 



It follows that the vapour is in equilibrium with the 
lliquid at a lower pressure where the surface of the hquid is 
Soncave, as at a, than where it is plane, as at b. 

Now let the lower end of the tube be closed, and let 
^me of the liquid be taken out of it, so that the liquid ii 
tube cioes not reach up to the point a. 

rfn^-r o/l/if S,y,ii S^vitly c/ E</iubur£h, Feb. 
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Then vapour will condense inside the tube, owing to the 
concavity of its surface, and this will go on till it is filled 
with liquid up to the level a, the same as if it had been 
open at the bottom. 

Hence, if at any point of a concave liquid surface r and 
r' are the principal radii of curvature of the surface, and if 
the pressure of vapour in equilibrium with a plane surface 
of its liquid at the given temperature is -m, and if p is the 
pressure of equilibrium of the vapour in contact with the 
curved surface, 






where a is the density of the \a]iour, and p that of the 
liquid. 

If k is the height to which the liquid would rise in virtue 
of the curvature of its surface in a capillary tube, and if ■§ 
is the height of a homogeneous atmosphere of the vapour, 



'{'-ly 



Sir W. Thomson lias calculated that in a tube whose 
radius is about a thousandth of a millimetre, and in which 
water would rise about thirteen metres above the pljuie 
le^ei, the equilibrium pressure of aqueous vapour would be 
less than that on a plane surface of water by about a thou- 
sandth of its own amount. 

He thinks it probable that the moisture which v^etable 
substances, such as cotton, cloth, &c., acquire from air at 
temperatures far above the dew point may be explained by 
the condensation of water in the narrow tubes and cells of 
the v^etable stmcture. 

In the case of a spherical bubble of steam in water, the 
increase or diminution of the diameter depends on the 
temperature and pressure of the va^^oiir within ; and the 
mdirion that ebv;\\itioTv fsa^ Na^.* \Aa«: ^s, *-i.i the pres- 

e of saturated vapOMi at ftve \.tTCVwa.\.we ■A ** Xvip.*^ 
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t exceed the actual pressure of the lUiuid by a pressure 
equal to that of a column of the liquid of the height to 
"which it would ascend in a tube whose section is equal to 
that of the bubbles. 

If the liqaid contains any gas iit solution, or any liquid 
more volatile than itself, or if air or steam is made to 
bubble up through the liquid, then hubbies will be fonned 
of a visible diameter, and the ebullition ivill be kept up by 
evaporation at the surface of these bubbles. But if, by long 
boiling or otherwise, the liquid is deprived of any substance 
more volatile than itself, and if the sides of the vessel in which 
it is contained are such that tlie liquid adheres closely to 
them, so that bubbles, if formed at the surface of the vessel, 
will rather collect into a spherical form than spread along 
the surface, then the temperature of the liquid may be 
raised far above the boiling point, and when boiling at 
last occurs, it goes on in an almost explosive manner, 
and the liquid ' bumps ' violently on the bottom of the 
vessel. 

The highest temperature to which water may be raised 
under the atmospheric pressure without ebullition cannot be 
said to be accurately known, for every improvement in the 
airangeiiients for getting rid of condensed air, &c., has made 
it possible to raise liquid water to a higher temperature. 
In an experiment due to Dufour, the water, instead of being 
allowed to touch the sides of the vessel, is dropped into a 
mixture of Unseed oil and oil of cloves, which has nearly 
the same density as itself. By this means, drops of liquid 
water may sometimes be observed swimming in the mixture 
at a temperature of 356° F. The pressure of aqueous 
vapour is at this temperature nearly ten atmospheres, or 
about 147 pounds' weight on the square inch. Hence the 
cohesion of the water must be able to suijport at least 133 
pounds weight on the square inch. 

We may also apply Sir W. Thomson's principl 
-case of evaporation from a small drop. In thisj 
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surface of the liquid is convex, so that if r is the 

Here w is the pressure of saturated vapour corresponding 
to the temperature when the surface of the liquid is plane, 
and p is the pressure of vapour required to prevent the 
drop from evaporating. A small drop will therefore evapo- 
rate in air containing so much moisture that condensation 
would take place on a flat surface. 

Heiice, if a vapour free froui suspended particles, and 
not in contact with any solid body except such as are 
warmer than itself, is cooled by expansion, it Is probaUe 
that the suggestion of Prof. J. Thomson at p. 126 might 
be verified, and that the vapour might be cooled below its 
ordinary point of condensation without liquefaction, for the 
first effect of condensation would be to proi^uce excessively 
smaJl drops, and these, as we have seen, would not tend 10 
increase unless the vapour surrounding them were more 
than saturateil 

The formation of cloud in vapour often appears very 
sudden, as if it had been at first retarded by some cause of 
this kind, so that when at last the cloud is formed conden- 
sation occurs with great rapidity, reminding us of the con- 
verse phenomenon of the rapid boiling of an overheated 
liquid. 

The drops in a cloud, for the same reason, cannot remain 
of the same size, even if they are not jostled against each 
other, for the smaller drops will evaporate, while the larger 
ones are increased by condensation, so that visible drops 
will be formed by pure condensation without any necessity 
for the coalescence of smaller drops. 

Up to this point we have not considered the effect of 

heat on the superficial tension of liquids. In all liquids on 

which experiments have been made the superficial tension 

^JB^^a&'i as the temperature rises, being greatest. -at tti^ 
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freezing point of the substance, and vanishing altogether 
the critical point where the liquid and gaseous states becom 



It appears, therefore, that the phenomenon is intimately ' 
related to the apparent discontinuity of the liquid and 
gaseous states, and that it must be studied in connexion 
with the conditions of evaporation and the phenomenon 
called latent heal. Much light will probably be thrown a 
all these subjects by investi^tions which as yet can hardly'J 
be said to be begun. 
■ Sir W. Thomson has applied the principles of tier 
^dynamics to the case of a film of water extended by a force 
^E^pplied to it, and has shown that in order to maintain the 
^^fejnperaturc of the film constant an amount of heat must 
^Kil supplied to it nearly equal in dynamical measure to half 
^^pe work done in stretching the film. 

^B In fact, the third therm odynamical relation (p. 167) may 
be applied at once to the case by making the following 
substitutions ; for ' pressure ' put ' superficial tension,' and 
for 'volume' put 'area.' 
^1 We thus find that the latent heat of extension of unit of 
^^bea is equal to the product of the absolute temperature 
^Bnd the decrement of superficial tension per degree of teni- 
^^Jerature. At ordinary temperatures it appears from experi- 
ment that this product is about half the superficial tension. 
Hence the latent heat of extension in dynamical meastire 
is about half the work spent in producing the extension. 

The student may also adapt the investigation of latent ■ 
heat as given at p. 172 to the case of the extension of a J 
liquid film. 

The following table, taken from the memoir of M. Quincke, 
gives the superficial tension of different liquids in contact 
with air, water, and mercury. The tension is measured in 
grammes weight per linear metre, and the temperature i 

M= C. 
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It appears from this table that water has the greatest 
superficial tension of all orilinary hqiiids. For this leasoa il 
is very difficult to preserve a surface of pure water. It is 

sufficient to tguch any (lart of the surface of pure waW 
with a greaSeri rod to reduce its tension considerably; The 
smallest quantity of any kind of oil immediately' spreails 
itself over the surface, and completely alters the superficial 
tension. Hence the importance in all experiments on super- 
ficial tension of having the vessel thoroughly clean. Thii 
has been well pointed out by Mr. Tomlinson in his researches 
on the ' cohesion figures of liquids.' 

When one of the liquids is soluble in the other, the effect* 
of superficial tension are very remarkable. For instance, if 
a drop of alcohol be placed on tlic surface of a thin layer of 
water, the tension is immediately reduced to 2'6, where the 
alcohol is pure, and varies from this value to 8-25, where the 
water is pure. The result is that the eqiiilibtjum of the sur- 
f.ice is destroyed, and the superficial film of the liquid is set 
in motion from the alcohol towards the water, and if the 
illow tills motion of the surface will drag the 
; water with it, so as to lay bare part of the 
A dimpk^niay be fonued oftUtB J 
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surface of water by bringing a drop of ether close to the sur- 
face. The vapour of the ether condensed on the surface 
of the water is sufficient to cause the outward current 
mentioned above. 

Wine contains alcohol and water, and when it is exposed to 
the air the alcohol evaporates faster than the water, so that 
the superficial layer becomes weaker. When the wine is in a 
deep vessel, the strength is rapidly equalized by diffusion ; 
but in the case of the thin layer of wine which adheres to 
the sides of a wineglass, the liquid rapidly becomes more 
watery. This increases the superficial tension at the sides 
of the glass, and causes the surface to be dragged from the 
strong wine to the weaL The watery portion is always 
uppermost, and creeps up the sides of the glass, dra^ng the 
stronger wine after it tdl the quantity of the fluid becomes so 
great that the different portions mix, and the drop runs down 
the side. 

This phenomenon, known as the tears of strong wine, was 
first explained on these principles by Professor James Thorn- 
son. It is probable that it is referred to in Proverbs sxiiL 
31, as an indication of the strength of the wine. The motion 
ceases in a stoppered bottle as soon as enough of vapour of 
alcohol has been formed in the bottle to be in equilibrium 
with the liquid alcohol in tlie wine. 

The fatty oils have a greater superficial tension than tur- 
pentine, benzol, or ether. Hence if there is a greasy spot on 
a piece of cloth, and if one side of it is wetted with one of 
these substances, the tension is greatest on the side of the 
grease, and the portions consisting of mixtures of benzol and 
grease tnove fi-ora the benzol towards the grease. 

If in order to cleanse the grease-spot we begin by wetting 
the middle of the spot with benzol, we drive away the grease 
into the clean part of the cloth. The benzol should there- 

e be applied first in a ring all round the spot, and gradu- 

ight nearer to the centre of the spot, and a fibrous 

Bice, such as blotting-paper, should be placed in contact 



1 fonn a continuous 
ai»[;arently solid 
friiii condition of tar, 
ous fiuiil. By 
M liacowty may be still 
1 J icnvi of fluids of 
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with the cloth, so that when the grease is chased by the 
benzol lo the middle of the spot it may make its escape into 
the blotting-paper, instead of remaining in globules on the 
surface, ready to return into the doth when the bcniol 
evaporates. 

Another very effectual method of getting rid of greasS' 
spots is founded on the fact that the superficial tension of * 
substance always diminishes as the temperature rises. I^ 
therefore, the temperature is diflerent at different parts of a 
greasy cloth, the grease tends to move from the hot parts lo 
the cold. We therefore apply a hot iron to one side of the 
cloth, and blotting-paper to the other, and the grease is 
driven into the blotting-paper. If there is blotting-paper oa 
both sides it wilt be found that the grease is driven tminlj 
into that on the opposite side from the hot iron. 



CHAPTER XX I. 

ON ELASTICITV AND VISCOSITV. 

On Stresses and Strains. 
When the form of a connected system is altered '« 
way, the alteration of form is called a Strain. The fi 
or system of forces by which this strain is produced w 
maintained is called the Stress corresponding to the straiii- 
There are different kinds of strains, and different kinds (^ 
stresses corresponding to them. 

The only case which we have hitherto considered Is that 

Q which the three longitudinal stresses are equal. This 

1 of stress is called Hydrostatic Pressure, and islhe 

' kind which can exist in a fluid at rest The press'.!": 

e in whatevei fceawn it is estunatei' 




Sfieariug Stress. 

Ayery impoitani kind of stress is called Shearing Stress ;l 
It is compounded of two equal longi- 
tudinal stresses, one being a tension 
and the other a pressure acting at 
right angles to each other. When a 
pair of scissors is employed to cut 
anything, the two blades produce a 
shearing stress in the material be- 
tween them, tending to make one 
portion slide over the other. 

We have now to consider the properties of bodies whei 
acted on by this kind of stress. 

A body which when subjected to a stress experiences n 
strain would, if it existed, be called a Perfectly Rigid Bod] 
There are no such bodies, and this definition is given only tod 
indicate what is meant by perfect rigidity. 

A body which when subjected to a given stress a 
temperature experiences a strain of definite amount, which 
does not increase when the stress is prolonged, and which 
disappears completely when the stress is removed, is called , 
a Perfectly Elastic Body. 

Gases and liquids, and perhaps most solids, are perfectly^ 
elastic as regards stress uniform in all directions, but no sub- 
stance which has yet been tried is perfectly elastic as regard^ 
shearing stress, except perhaps for exceedingly small valiiesj 
of the stress. 

Now suppose that stresses of the same kind, but of c 
tinually increasing magnitude, are applied to a body iitl 
succession. As long as the body returns to its original! 
form when the stress is removed it is said to be perfectly I 
elastic. 

If the form of the body is found to be permanently altere^J 
when the stress exceeds a certain value, the body is s " 
to be soft, or plastic, and the state of the body when thd 
alteration is just going to take place is called the Limit 
Perfect Elasticity. 
WL is 
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If the stress be increased till the body breaks or gives way 
aliogetJier, the value of the stress is called the Streng[h of 
the body for that kind of stress. 

If breaking takes place before there is any permanent 
alteration of form, the body is said to be Brittle. 

If the stress, when it is maintained constant, causes 
a strain or dispbcement in the body which increiBes 
continually mth the time, the substance is said to be 
Viscous. 

Wlien tliis continuous alteration of form is only produced 
by stresses exceeding a certain value, the substance is called 
a solid, however soft it may be. When the very smallest 
stress, if continued long enough, will cause a constanllj" 
increasing change of form, the body must be regarded as 
a viscous fluid, however hard it may be. 

Thus, a tallow candle is much softer than a stick of 
sealing-wax ; but if the candle and the stick of sealing-waX 
are laid horizontally between two suiiports, the sealbg- 
wax will in a few weeks in summer bend with its own 
weight, while the candle remains straight The candle is 
therefore a soft solid, and the sealing-wax a very viscous 
fluid. 

What is required to alter the form of a soft solid is a 
sufficient force, and this, when applied, produces its effect 
at once. In the case of a viscous fluid it is time which is 
required, and if enough time is given, the very sraaltesl 
force will produce a sensible effect, such as would requiie a 
very large force if suddenly applied. 

Thus a block of pitch may be so hard that you cannot 
make a dint in it by striking it with your knuckles ; and 
yet it will, in the course of time, flatten itself out by its 
own weight, and glide down hill like a stream of water. 

A glass fibre was found by M. F. Kohlraiisch ' to be- 
e more and more twisted when constantly atted on by 
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the small twisting force arising from the action of the 
earth on a little magnet suspended by the fibre. I have 
found slow changes in the torsion of a steel wire going on 
for many days after it had received a slight permanent twist, 
and Sir W. Thomson * has investigated the viscosity of other 
metals. 

There are instances of viscosity among very hard bodies. 
Returning to our former example, pitch : we may mix it in 
various proportions with tar so as to form a continuous 
series of compounds passing from the apparently solid 
condition of pitch to the apparently fluid condition of tar, 
which may be taken as a type of a viscous fluid By 
mixing the tar with turpentine the viscosity may be still 
further reduced, and so we may form a series of fluids of 
diminishing viscosity till we arrive at the most mobile fluids, 
such as ether. 

DEFINITION OF THE COEFFICIENT OF VISCOSITY. 

Consider a stratum of the substance of thickness r, con- 
tained between the horizontal fixed plane fig. 40 

A B and the plane c d, which is moving c d 

horizontally from c towards d, with the 
velocity v. Let us suppose that the substance ^ ** 

between the two planes is also in motion, the stratum in 
contact with c d moving with velocity v, while the velocity 
of any intermediate stratum is proportional to its height 
above a b. 

The substance between the planes is undergoing shearing 
strain, and the rate at which this strain is increasing is measured 
by the velocity v of the upper plane, divided by the distance 

c between the planes, or — . 

c 

The stress f is a shearing stress, and is measured by the 

horizontal force exerted by the substance on unit of area 

> Froc. Roy. Soc. May 1 8, 1865. 
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of either of the planes^ and acting from a to B on die lower 
plane, and from D to c on the upper. 

The ratio of this force to the rate of increase of the shear- 
ing stress is called the coefficient of \isc0sit7, and is denoted 
by the symbol /i. We may therefore write 

V 

If R is the amount of this force on a rectangular area of 
length a and breadth b^ 

Vi'=- ab Y 

and R c 

f^ = 



V ab 

If V, a, b, and c are each unity, then /n = r. 
Dtfinition, — The \'iscosity of a substance is measured by 
the tangential force on the unit of area of either of two hori- 
zontal planes at the unit of distance apart, one of which is 
fixed, while the other moves with the unit of velocity, the 
space between being filled with the viscous substance. 

The dimensions of /x may be easily determined. If r is 
the moving force which would generate a certain velocity v in 

the mass m in the time /, then r = , and 

i^v c 



t\ a b 

Here a, b, c are lines, and v and v are velocities, so that 
the dimensions of // are [m l~^ t~*], where M, L, and T are the 
. units of mass, length, and time. 

When we wish to express the absolute forces called into 
play by the viscosity of a substance, we must use the ordi- 
nary unit of mass (a pound, a grain, or a gramme) ; but if we 
wish only to investigate the motion of the viscous substance, 
it \^ convenient to take as our unit of mass that of unit of 
voJume of the svibstaxvee \\.?»d^. \^ ^ Ss. VW density of the 
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substance, or the mass of unit of voiume, the viscosily* 
measured in this kinematic way is related to fi, its value 
. the former, or dj-namical method, by the equation 
fi = yp. 
The dimensions of f, the kinematic viscositj-, are [i? Y 
Investigations of the value of viscosity have been made, 
for solids by Sir W, Thomson ; for liquids by Poiseuille, 
Graham, 0. E. Meyer, and Helmholtz ; and for gases by 
Graham, Stokes, O. E. Meyer, and myself. 

I find the value of ^ for air at 6° Centigrade to be 
fL = -0001878 (1 + -003669), 
the centimetre, gramme, and second being units. 

In British measure, using the foot, the grain, and 

second, and Fahrenheit's thermometer, this becomes 

fi = -000179 (4^1 + ")■ 

The viscosity /i is proportional to the absolute tempi 

"toe, and independent of the pressure, being the same for a 

ssure of half an inch as for a pressure of thirty inches of 

ercury. The significance of this remarkable result will be 

fen when we come to the molecular theory of gases. 

F The kinematic measure, v, of the viscosity is found by 

Tiding n by the density. It is therefore directly propor- 

jDtial to the square of the absolute temperature, and in- 

rsely proportional to the pressure, 
■ The value of /< for hydrogen is less than half that for 
Oxygen, on the other hand, has a viscosity greater than 
that of air. That of carbonic acid is less than that of air. 
It appears, from the calculations of Professor Stokes, 
^^combined with the value of the viscosity of air given above, 
^■feat a drop of water falling through air one thousand times 
^^■ter than itself (which we may suppose to be the case 
^^B the ordinary height of a cloud) would fall about -^ 
^^B an inch in a second if its diameter were the thousandth 
^^■it of an inch. I f the diameter of the drop were only one 
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inch the rate a 



which it would nott | 



ir would be a hundred times smaller, 

, lu a minute. If a cloud is foinied of linle 

r of this size, iheii motion through the air 

3«r that it would escape obsen-ation, and the 

e cloud, so far as it can be observed, would be 

; xbai of the air in that place. In (act, the 

I through the air of any very small particles, 

; spray of waves or waterfalls, and all kinds 

xikc, is a very slow process, and the time d 

1 through a given distance varies invetseiyM 

I the dimensions of the particles, their densif 

g the same. If, however, a doud of ii 

) many particles that the mass of a 

ii is sensibly greater than that of a cuUc 

t ait, the dusty air will descend in mass below 

e pure air like a fluid of greater density, so 

I may have its lower half filled witb dus^U 

3 level surface frtjm the pure air above. 

some kinds of fogs the mean density of whi< 

a that of the purer air in the neighbourhood, 

: like lakes in hollows, and pour down valleys 

1 the other hand, the mean density of a 

; less than that of the surroimding air, and it 

jt ease of smoke, both the aa and the sooty particles 
I by the fire before they escape into the aimo- 
\, independently of this kind of heating, if the sue 
I cloud of dust or smoke, the panicles absorb 
I they communicate to the air round them, and 
\ tlie panicles themselves remain much denser 
n the neighbourhood, they may cause the cloud 
^fortn to sppropriate so much of the sun's heal 
Bcs lighter as a whole than the surrounding p 
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itticra, there is another, depemling on the evapora- 

1 from the surface of the Httle drops. The vapour of 

s much rarer than air, and damp air is lighter tlian 

y air at the same temperature and pressure. Hence the 

I make the air of the cloud damp, and if the 

n density of the cloud is by this means made less than 

lat of the surrounding air, the cloud will ascend, 
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■on the MOLECtJLAR 1 
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V£ have already shown that heat is a form of energy — that 
ien a body is hot it possesses a store of energy, part at 
t of which can afterwards be exhibited in the form of 
^ble work. 

rNow energy is known to us in two forms. One of iheie 

IS Kinetic Energy, the energy of motion. A body in motion 

has kinetic energy, which it must communicate to some 

other body during the process of bringing it to rest. This 

S the fundamental form of energy. When we have acquired 

C notion of matter in motion, and know what is meant by 

B energy of that motion, we are uoabJe to conceive that 

y possible addition to our knowledge could explain the 

ergy of motion, or give us a more perfect knowledge of it 

e have already, 
pfhere is another form of energy which a body may have, 
1 depends, not on its own slate, but on its position 
I respect to other bodies. This is called Potential 
The leaden weight of a clock, when it is wound 
I has potential energy, which it loses as it descends. It 
sent in driving the clock. This energy depends, not on 
Epiece of lead considered in itself, but on the position of 
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■the earth— shidi 

wound up, has p 
iring the wheels o 
cnoQr anses from the coiling up of the 
the relattTc position of its parts. En 
imdi ibe ciock or mtch is set agoing, Ihe 
potential ena^, whether in the clock-nciglit 
idi-spnng, is not accompanied with any visible 
therefore admit that potential energy can 
fat ia > body or system all whose parts are at rest. 
It is to be obsovcd, faowei-er, that the progress of science 
is continuallr <^>aiii:^ wp nevr views of the forms aiil 
leUtioDS of different kinds of potential energy, and tbit 
of science, so &r from feeling that their knowledge of 
potential energy is perfect in kind, and incapable of essential 
change, are always endeavouring to explain the different 
forms of potential energy ; and if these explanations are in 
case condemned, it is because they fail to give a suffi- 
cient reason for the fact, and not because the fact requires 
no explanation. 

have now to determine to which of these forms of 
energy heat, as it efdsis in hot bodies, is to be referred. Is 
hot body, like a coiled-tip watch-spring, devoid of motion 
at present, but capable of excitmg motion under proper 
conditions? or is it Uke a fly*wheel, which derives all ils 
tremendous power from the visible motion with which it is 
animated ? 

It is manifest that a body may be hot without any molion 
being \-isihle, either of the body as a whole, or of its parts 
;rehtively to each other. If, therefore, the body is hot 
Sn virtue of motion, the motion must be carried on by parts ' 
bf the body too minute to be seen separately, and withiti 
pmits so narrow that we cannot detect the absence of any 
■art from its original place. 
^^^u^^»j(;« ior a state of motion, the %-elocity of wtaicbi 
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^^nust far surpass that of a railway train, existing in bodies 
which we can place under the strongest microscope, and in 
which we can detect nothing but the most perfect repose, 
must be of a very cogent nature before we can admit that 

s essentially motion. 

\ Let us therefore consider the alternative hypothesis — that 

ite energy of a hot body is potential energy, or, in other 

terds, that the hot body is in a state of rest, but that this 

late of rest depends on the antagonism of forces which 

1 equilibrium as long as all surrounding bodies are 

; same temperature, but which as soon as this equi- 

n is destroyed are capable of setting bodies in 

fcotion. With respect to a theory of this kind, it is to be 

ibserved that potential energy depends essentially on the 

plaiive position of the parts of the system in which it exists. 

Bid that potential energy ainnot be transfonned in any 

ray without some change of the relative position of these 

In every transformation of potential energy, therefore, 

Motion of some kind is involved. 

' Kow we know tliat whenever one body of a system is 
ttolter than another, heat is transferred from the hotter to 
the colder body, either by conduction or by radiation. Let 
us suppose that the transfer takes place by radiation, 
pfhatever theory we adopt about the kind of motion which 
institutes radiation, it is manifest that radiation consists of 
lotion of some kind, either the projection of the particles 
^a substance called caloric across the intervening space, or 
i-e-like motion propagated through a medium filling that 
•. In either case, during the interval between the time 
n the heat leaves the hot body and the time when it 
i the cold body, its energy exists in the intervening 
in the form of the motion of matter. 
[ Hence, whether we consider the radiation of heat as 
cted by the projection of material caloric, or by the 
kdulalions of an intervening medium, the outer surface of 
Blot body must be in a state of motion, provided any cold 
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body is in its neighbourhood to receive the radiadons ' 
it emits. But we ha\-e no reason to believe that the pre- 
sence of a cold body is essential to the radiation of heal by 
a hot one, \Vhatever be the mode in which the hot body 
shoots forth its heat, it must depend on the state of thebrt 
body alone, and not on the existence of a cold bo^st* 
distance, so that even if al! the bodies in a dosed re^oo 
were equally hot, every one of them would be radiating 
heat; and the reason why each body remains of the same 
temperature is, that it receives from the other bodies exarfly 
as much heat as it emits. This, in fact, is the foimdation of 
Prevost's Theory of Exchanges. We must therefore admit 
that at every part of the surface of a hot body there is a 
radiation of heat, and therefore a stale of motion of die 
superficial parts of the body. Now this motion is certainly 
invisible to us by any direct mode of observation, and 
therefore the mere fact of a body appearing to be at rest 
cannot be taken as a demonstration that its parts may 

Hence part, at least, of the energy of a hot body must be 
enei^ arising from the motion of its parts, or kinetic energy. 

The conclusion at which we shall arrive, thai a veiy 
considerable part of the energy of a hot body is in the fomi 
of motion, will become more evident when we consider the 
thermal energy of gases. 

Every hot body, therefore, is in motion. We have next 
to enquire into the nature of this motion. It is evidently 
not a motion of the whole body in one direction, for how- 
small we make the body by mechanical processes, each 
visible particle remains apparently in the same place, how- 
ever hot it is. The motion which we call heat must there- 
fore be a motion of parts too small to be observed sejiarately ; 
the motions of different parts at the same instant must be 

different directions ; and the motion of any one part must, 
at least in solid bodies, be such that, however fast it moves, 
/( never reaches a sensVb\e 6\=,tMvtt l\(3\i\ ■&>«, ■^iat from 
'it started. 



Kimeiic Th^pry cf Gases. 2S5 

\Ve hare now anived at the caDcepfdon of a bodr as 
^^^nastii^ of a great many small parts, eadi of wbidi is in 
^^^tion- We siiall catll any one of tiiese parts a moleaile cf 
^^^e sabstance. A moQecole may tikerefare be defined as a 
^tnall n*»« of xnatljer die parts of wiiidi do not part com. 
{^anv dming tbe excmaons wbidh the molecule makes miieai 
tjie body to lAidi it bdoangs is hot 

Xhe doctxine tiiat visible bodies conast of a determinate 
:tmiiiber of mokcnles is called the mokcolar theory of matter. 
The <M>posite doctrine is liat, however small the parts may 
"be into which we divide a body, each part retains all the 
properties of the sabstance. This is the theoiy of the 
infinite divisibility erf bodicK. We do not assert that there 
is an abscrfutc limit to the divisiMity of matter : what we 
SLssert is, that after we have divided a body into a certain 
finite ninnber of constituent parts called molecules, then 
any furdier diviaon of these molecules will deprive them 
of the properties which give rise to the phenomena ob- 
served in the substance. 

The <^Mnion that the observed properties of visible bodies 
apparently at rest are due to the action of invisible mole- 
cules in rapid motion is to be found in Lucretius. 

Daniel Bernoulli was the first to suggest that the pressure 
of air is due to the impact of its particles on the sides of 
the vessel containing it ; but he made veiy little progress in 
the theory which he suggested. 

Lesage and Pre\'OSt of Geneva, and afterwards Herapath 
in his * Mathematical Physics,' made several important appU. 
cations of the theory. 

Dr. Joule in 1848 explained the pressure of gases by the 
impact of their molecules, and calculated the velocity which 
they must have to produce the observed pressure. 

Kronig also directed attention to this expLanation of the 
phenomena of gases. 

It is to Professor Clausius, however, that we owe the recent 
development of the dynamical theory of gases. Since he 
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took up the subject a great advance has been made by 
many enquirers. I shall now endeavour to give a sketch of 
the present state of the theory. 

All bodies consist of a finite number of small parts called 
molecules. Every molecule consists of a definite quantity 
of matter, which is exactly the same for all the molecules of 
the same substance. The mode in which the molecule is 
bound together is also the same for all molecules of the 
same substance. A molecule may consist of several distinct 
portions of matter held together by chemical bonds, and 
may be set in vibration, rotation, or any other kind of 
relative motion, but so long as the different portions do 
not part company, but travel together in the excursions 
made by the raoiecule, our theory calls the whole connected 
mass a single molecule. 

The molecules of all bodies are in a state of continual 
agitation. The hotter a body is, the more violently are its 
molecules agitated. In solid bodies, a molecule, though in 
continual motion, never gets beyond a certain very small 
distance from its original position in the body. The path 
which it describes is confined within a very small region 
of space. 

In fluids, on the other hand, there is no such restriction 
to the excursions of a molecule. It is true that the mole- 
cule generally can travel but a very small distance before 
its path is disturbed by an encounter with some other mole- 
cule ; but after this encounter there is nothing which deter- 
mines the molecule rather to return towards the place ftom 
whence it came than to push its way into new t^ODS. 
Hence in fluids the path of a molecule is not confined 
within a limited region, as in the case of sobds, but may 
penetrate to any part of the space occupied by the fluid. 

The actual phenomena of diffusion both in liquids and 
in gases furnish the strongest evidence that these bodies 
consist of molecules \ti asla.\e ol cdTAmMil agitation. 
But when ,we apply \l\e mttVois ^il i-^tasiiiKa \a 'ifc 
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investigation of the properties of a system consisting of a 
great number of small bodies in motion the resemblance 
of such a system to a gaseous body becomes still more 
apparent. 

I shall endeavour to give some account of what is known 
of such 3 system, avoiding all tmnecessary mathematical 
calculations. 

kON THE KINETIC THEORY OP GASES. 
A gaseous body is supposed to consist of a great number 
Ji molecules moving with great velocity. During the greater 
part of their course these molecules are not acted on Ijy any 
sensible force, and therefore move in straight lines with 
uniform velocity. When two molecules come within a 
certain distance of each other, a mutual action takes place 
between them, which may be compared to the collision of 
two billiard balls. Each molecule has its course changed, 
and starts on a new path. I have concluded from some 
experiments of my own that the collision between two bard 
spherical balls is not an atcurate representation of what 
lakes place during the encounter of two molecules, A 
better representation of such an encounter will be obtained 
by supposing the molecules to act on one another in a more 
gradual manner, so that the action betiveen them goes on for 
a finite time, during which the centres of the molecules first 
approach each other and then separate. 

We shall refer to this mutual action as an Encounter 
between tn-o molecules, and we shall call the course of a 
molecule between one encounter and another the Free Path 
of the molecule. In ordinary gases the free motion of 
molecule takes up much more time than that occupied by an 
encounter. As the density of the gas increases, the free path 
diminishes, and in liquids no part of the course of a molecule 
can be spoken of as its free path. 

In an encounter between two molecules we la 
once the force of the impact a.cte \ieween. 'fiaft^j 
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t iMWwm of the centre of gravity of the two raolecoles' 
MIK the same after the encounter as it was before. Wk 
It tMit by the principle of the conservation of ece^- thai 
t velocity of each molecule relatively to the centre of 
.^■ity KDuins the same in magnitude, and is only changed 

I us next suppose a number of molecules in motion 
I in a vessel whose sides are such that if sny 
b communicated to the vessel by the encounters of 
niles against its sides, the vessel commiinicales as 
xh energy to other molecules during their encountere 
with it, 50 as to preserve the total energy of the enclosed 
»yst«in. The 6rst thing we must notice about this moving 
system is that even if all the molecules have the same velo- 
city originally, their encounters will produce an inequality 
yf velocity, and that this distribution of velocity will go on 
(jootinually. Every molecule will then change both its 
ttirwction and its velocity at every encounter; and, as wc 
OK not supposed to keep a record of the exact parriculan 
of every encounter, these changes of motion must appear to 
I us very irregular if we follow the course of a single molecule. 
H however, we adopt a statistical view of the system, and 
I <bi>triL>ute the molecules into groups, according to the 
velocity with which at a given instant they happen to be 
I luuving. we shall observ'e a regularity of a new kind in the 
I j>roi>ortions of the whole number of molecules which fall into 
each of these groups. 

And here I wish to point out that, in adopting this 
I Bhttistical method of considering the average number of 
I Hioups of molecules selected according to their velocities, we 
I bdve abandoned the strict kinetic method of tracing Che 
; circumstances of each individual molecule in all its 
It is therefore possible that we may arrive at 
L which, though they feirly represent the Cicts as long 
t supposed to deal with a gas in mass, would cease 
t if ow facuildea !m4 mstniments ^ 
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[pened that we could detect and lay hold of each mole 
be and trace it through all its course. 

(For the same reason, a theory of the effects of education 

iSuced from a study of the returns of registrars, in which no 

mes of individuals are given, might be found not to K. 

iplicable to the experience of a schoolmaster who is able 

\ trace the progress of each individual pupii. 

jThe distribution of the molecules according to their veloci- 

s found to be of exactly the same mathematical form a. 

fie distribution of obsen'ations according to the magnitude of 

their errors, as described in die theory of errors of ohraervation. 

The distribution of bullet-holes in a target according to their 

distances from the point aimed at is found to be of the same 

form, provided a great many shots are fired by persons of 

the same degree of skill. 

We have already met with the same form in the case of 
heat diffused from a hot stratum by conduction. Whenever 
in physical phenomena some cause exists over which we 
have no control, and which produces a scattering of the 
particles of matter, a deviation of observations from the truth, 
or a diffusion of velocity or of heat, mathematical expressions 
of this exponential form are sure to make their appearance. 
It appears then that of the molecules composing the 
UStem some are moving very slowly, a very few are moving 
[i enormous velocities, and the greater number with inter- 
ate velocities. To compare one such system with 
ilDther, the best method is to take the mean of the squares 
pall the velocities. This quantity is called the Mean Square 
"r the velocity. The square root of this quantity is called 
■e Velocity of Mean Square. 
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,Jf two sets of molecules whose mass is different 
I in the same vessel, they wiU by their 
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exchange energy with each other till the average kmedc 
eneigy of a single molecule of either set is the same. This 
follows from the same investigation which determines the 
law of distribution of velocities in a single set of molecules. 

Hence if the mass of a molecule of one kind is m,, and 
that of a molecule of the other kind is m,, and if their average 
velocities of agitation are v, and Vj, then 

M, y,' = Mj Vj' (i) 

The quantity ^ m v^ is called the average kinetic energy 
of agitation of a single molecule, We shall return to this 
result when we come to Gay-Lassac's I-aw of the Volutoei 
of Gases. 

INTERNAL KINETIC ENEKUV OF A MOLECULE. 

If a molecule were a mathematical point endowed with 
inertia and with attractive and repulsive forces, the only 
kinetic energy it could possess is that of translation as a 
whole. But if it be a body having parts and magnitude, 
these parts may have motions of rotation or of vibration 
relative to each other, independent of the motion of the 
centre of gravity of the molecule. We must therefore admit 
that part of the kinetic energy of a molecule may depend on 
the relative motions of its parts. We call this the Internal 
energy, to distinguish it from the energy due to the trans- 
lation of the molecule as a whole. The ratio of the internal 
energy to the energy of agitation may be different in 
different gases. 

DEFINITION OF THE VELOCITV OF A CAS. 

It is evident that if a gas consists of a great number of 
molecules moving about in all directions we cannot identily 
the velocity of any one of these molecules with what we are 
accustomed to consider as the velocity of the gas itself 
Let us consider ihe ca.se ot a, %3.s which has lemained in a 
1. fixed vessel for a su.ffiic,\etii. tvm^ \q ■otkc ■». •{»». -uxtiuJ 



A^jn^-^ »"/ J/lCr*;.^^ >ii 
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distribotioii of T^docides. This cis. jfeOv>?aiin;C to the v^rvU- 
naij DOtknSy is at rest, dioc^ ibe motev^oles of whioh u ):i 
composed may be flring about in oU d:iectis>c& 
~ Now oxiskkr any plane area of an iau^inon* swrtV^ 
described within the vessd. This sur€ice does not intertVfe 
widi the motion of the molecules. Some molemiles ^xi&s 
through the suifice in one direction, and others in the 
opposite direction ; but it is e\-ident, since the g-as dix^s not 
tend to accumulate on one side rather than on the other, 
that exactly the same number of molecules i^ss in the one 
direction as in the other. It therefore, a g-as is at rest, as 
many molecules pass through a fixed surface in the one 
direction as in the other in the same time. 

It is evident that if the vessel, instead of being at rest, had 
bepn in a state of uniform motion, an ecjual number of molo 
cules would pass in both directions through any surface 
fixed with respect to the vessel. Hence we finci that if a 
gas is in motion, and if the velocity of a surface coiuddcs in 
direction and magnitude with that of the gas, the Hamc 
number of molecules will pass through that surface in the 
positive direction as in the negative, ' 

. This leads to the following definition of the velocity of a 
gas: 

If we determine the motion of the centre of gravity of all 
the molecules within a very small region surrounding a point 
in a gas, then the velocity of the gas within that region in 
defined as the velocity of thC'Centrc of gravity of all tlur mole- 
cules within that r^;ion. 

This is what is meant by the motion of a ga« in t o;n;noi» 
language. Beiddes this motion, there are tmo oiiurt VUuU ttf 
motion considered in the kinetic thtuiry of ii^M:%, 'V\t*: i'tni \% 
the motion of agitation of the rri/>ler;ulaL '/hi»» \% the UMtnisi 
invisible motion of the rnole^.ule uatMt^rt^/l a% a wMe. 
Its course oynsvm of broken \foriym>, fulM fftr*: y4iU%^ 
intemif/ted hy the tfif/piinU:r% betire^m <iiHf:tcti% fwAt^.HU:%, 

The sexxod is ih<r irfttrrol uaAifm 'K t^k\ \i^)V>x\V-.^ 
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[nrttj of rotatioQ and panl}' of vibrations a 
tfae cocDpooaii pans of tbe BMleciile. 

The Kiodty of ibc cemBe of gtavitj' of a mok-cule is ihe 
fcswlD ll g of ibe rdodt y of die gas and the velocity of agiia- 
boB 4if the itidrridial molecule at die giveo instant. 'X!ti 
xAocOis of a coosntneDi pan of a molecule is the resultanl 
<£ dte wkiciiy of its centre of grant]' and the velocity of 
die "— "J*™^" ion relative}f to the centre of gravity of the 



UF IHE PRESSURE OF A GAS. * 

Lei as oonader iwc portions of a gas separated by a plane 

stoKtce which mo\-es with the same velocity as 

*• liic gas. He haii-e seen that in this case the 

, I I aondter of ntolecales which pass through tbe 

I II ' ■ I fila&e in oi>poshe drreciions is the same. 

I ^ Eidk laolecule in crossing the plane from 

* — '■ tbe n^Kai a to the region b enters the second 

k te t«rnsehr the sune sole as it leaves the lirst It 
e mitTKS *«*«T into the region b, not only its mass, 
bat its Mwnatwi md its kinetic energi-. Hence, if we 
Doomentum in a given direction 
A in the particles in the region B, this 
■ Iw nOQf wil be dteivd whoie^-er a molecule crosses the 
'mutdinr, c»Tynig its maoientum alot^ with it 

Now let ns nmndec all the molecoles whose velocity 
diflins br tc^lhan a cotain tgiantit)-, c, from a given velocity 
, Ac oompooems of whidi are » in the direction perpen- 
dioiUr to the plane faum a ttm'ards b, and r and u- in two 
Mher direvtioos ]ianl)cl n> the plane. Let there be » 
luokxtiks whose veiocitj' is »ithin riiese limits in erety unit 
tlT volunK. and tet the mass of each of these be m. 

n the number of these molecnles which will cross unit 
giof diepUnefnKr a to b in unit of time Is 
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f The momentum of each of these molecules resolved iH 

e direction a u is m «. 
' Hence the momentum in this direction communicated t^^ 
be r^on b in unit of time is .^H 



L Since this borabardmeiit of the region b does not pro- 
Juce motion of the gas, a pressure must be exerted on 
Bie gas by the sides of the vessel, and the amount of this 
e for every unit of area must be sf k a'. 
The region a loses positive momentum at the same rate, 
^d in order to preserve equilibrium there must be a pressure 
1 every unit of area of the surface of the 

gioD A. 

E Hitherto we have considered only one group of moleciiies, 

lose velocities tie between given limits. In ever)' such 

mp that which determines the pressure in the direction a s 

p the surface separating a from B is a quantity of the form 

N «*, where n is the number of molecules in the group, and 

Kis the velocity of each molecule resolved in the direction 

The other components of the velocity do not influence 

e pressure in this direction. 

a^nd the whole pressure, we must find the sum of all 

ins as M In" a* for all the groups of molecules 

We may write this result/ = m n «^, where 

?"aignifies the total number of molecules in unit of 

Hlttme, and a' denotes the mean value of a' for all these 

lolecules. Now if v' is the square of the velocity without 

ard to diri 



Aicre u V to are the components in three directions at right 

tngles. Hence if u^, »', and w^ denote the mean square g 

e components, and v* the mean square of the Kf 
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Wlien. as ia ereiT gzs at i\s2. die piesiire is equal in all 
<iiTecdoris. ** = r* = sp*, and therefore v* = 3 i*,- 
Hence ibe presore of a gas is 

/ = iMXV» (2) 

where m is the mass of each molecoie, x is die number of 

molecules in unit of volume, and ¥< is die mean square of 
the vekxntT. 

In diis expression diere are two quantities which have 
never been direcU y measured — die mass of a sin^e molecule, 
and the number of molecules in unit of volume. But we 
have here to do with the product of these quantities, which 
is e^'idendy the mass of the substance in unit of volume, or, in 
other wordsj its density. Hence we may write the expression 

/= ipv* . (3) 

where o is the densit}' of the gas. 

It is easy from this expression to determine, as was first 
done by Joule, the mean square of the velocity of the 
molecules of a gas, for 

v» = 3^ (4) 

O 

9 

where / is the pressure, and p the density, which must of 
course be expressed in terms of the same fundamental units. 
For instance, under the atmospheric pressure of 2116*4 
pounds weight on the square foot, and at the temperature of 
melting ice, the densit)' of hydrogen is 0*005592 pounds in 

a cubic foot Hence ^ = 378816 in gravitation units, and 

if the intensity of gravity where this relation was observed 
was 32 -2, we have 

v^ = 36593916, 
or, taking the square root oi l\v\?. c\waxv\.\\Y, 

V = 6097 ^ett. \>^^ ?>^eo\\\i. 
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e velocity of mean square for the molecules 
'drogen at 32° F. and at the atmospheric pressure. 



bodies are said to be of the same temperatui 

when there is no more tendency for heat to pass from 

.first to the second than in the reverse direction. In the- 

theory of heat, as we have seen, this thermal equiti- 

s established when there is a certain relation between 

le velocities of agitation of the molecules of the two bodies. 

!ence the temperature of a gas must depend on the velocity 

agitarion of its molecules, and this velocity must be the 

le at the same temperature, whatever be the density. 

In the expression p = J p v', the quantity v* depends 

the temperature as long as the gas remains the 

Hence when the density p varies, the pressure p 

lust vary in the same proportion. This is Boyle's law, 

! raised from the rank of an experimental fact 

ihat of a deduction from the kinetic theory of gases. 

If 7/ denotes the volume of unit of mass, we may write this 

Tession _ J 

j»^' = rv' (s) I 

Now/ f is proportional to the absolute temperature, a^ 
measured by a thermometer, of the particular gas under 
con.sideration. Hence v», the mean square of the velocity of 
agitation, is proportional to the absolute temperature mea- 

:ed in this way, 

LAW OF GAV-LUSSAC, 

I Let us next consider two different gases in thermal equF- 
iriuin. We have already stated that if Mj m^ are the 
jsses of individual molecules of these gases, and V; Vg 
r respective velocities of agitation, it is necessary fos 
equilibrium that .m, v,' = Mj s^ by equation (i)J 
%M the pressures of these gases are /, and /„ and t 
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numtier of molecules in unit of volume n | and Nj, then. 6y 
equation (2), 

J*i = i Ml N, v,« and/j = i M, [J, v,' 
If the pressures of the two gases are equal, 



If their temperatures are equal, 

Ml Vi* = Mj Vj*. 

Di^iding the terms of the first of thes 
' of the second, we find 




equations by those 



Ml = Na f6) 

or whm two gases are at tfit same pressure and tempera- 
I ture, the number of tiwlecuks in unit of volutne is the same in 
both gases. 

e put p, = M, N| and p^ = Mj n^ for the densities of 
the two gases, then, since N| ^ n,, we get 

p, : Pa :: M, ; Ma (7) 

or the densities of two gases at the same temperature and 
pressure are proportional to the masses of their iudividua! 
moleeules. 

e two equivalent propositions are the expression of a 
very important law established by Gay-Lussac, that the den- 
sities of gases are proportional to their molecular weights. 

The proportion by weight in which different substances 
combine to form chemical compounds depends, according to 
Dalton's atomic theory, on the weights of their molecules, 
one of the most important researches in chemistry 
I to determine the proportions of the weights of the molecules 
from the proportions in which they enter into combination. 
Gay-Lussac discovered that in the case of gases the volumes 
of the combining quantities of different gases always stand 
.n a simple ratio to each other. This law of volunies has 
low been raised from the rank of an empirical fact to that of 
I deduction from our theory, and we may now assert, as a 
dynamical proposition, that the weights of the molecules of 
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lat is, those small portions which do not part com- 
pany during their motion) are proportional to the densitieAi 
of these gases at standard temperature ami pressure. 

LAW OF CHARLES. 

We must next consider the effect of changes of temperature 
on different gases. Since at all temperatures, when there is 
thermal equilibrium, 

and since the absolute temperature, as measured by a gas 
thermometer, is proportional to v,^ when the gas is of the 
first kind, and to Vj' when the gas is of the second kind; it 
follows, since v,' is itself proportional to v^*, that the 
absolute temperatures, as measured by the two thermometers, 
are pro^rtional, and if they agree at any one temperature 
(as the freezing point), they agree throughout. This is 
the law of the equal dilatation of gases discovered by 
Charles. 
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KINETIC ENERGY OF I 

The mean kinetic energy of agitation of a molecule is the 

xluct of its ma.ss by half the mean square of its velocity, or 

Amv». 

KThis is the energy due to the motion of the molecule as a 

■■*hole, but its parts may be in a state of relative motion. If 

ne, with Clausius, that the energy due to this 

internal motion of the parts of the molecule tends towards a, 

value having a constant ratio to the energy of agitation, the 

■whole energy will be proponional to '.he energy of agitation, 

I and may be written 

I \ ii M V 

P-irhere /3 is a factor, always greater than unity, and probably'^ 
equal to i'634 for air and several of the more perfect gases. 
For sieam it may be as much as z'lg, but this is very 
uncertain. 
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To find the kinetic energy of the substance contained in 
unit of volume, we have only to multiply by the number of 
molecules, and we obtain 

T = i /3 M N vV . , (8) 

Comparing this with the equation (2) which determines 
the pressure, we get 

T, = 1/3/ (9) 

or the energy in unit of volume is numerically equal to the 
pressure on unit of area multiplied by f /3. 

The energy in unit of mass is found by multiplying this 
by Vy the volume of unit of mass : 

Tm = t /^/z' (10) 

SPECIFIC HEAT AT CONSTANT VOLUME. 

Since the product / z' is proportional to the absolute tem- 
perature, the energy is proportional to the temperature. 

The specific heat is measured dynamically by the increase 
of energy corresponding to a rise of one degree of temperature. 
Hence 

K, = I /3 ^' (II) 

To express the specific heat in ordinary thermal units, we 
must divide this by j, the specific heat of water (Joule's 
equivalent). It follows from this expression that for any 
one gas the specific heat of unit of mass at constant volume 

is the same for all pressures and temperatures, because ^-^ 



remains constant. For different gases the specific heat at 
constant volume is inversely proportional to the specific 
gravity, and directly proportional to fi. 

Since /^ is nearly the same for several gases, the specific 
heat of these gases is inversely proportional to their specific 
gravity referred to air, or, since the specific gravity is pro- 
portional to their molecular weight, the specific heat multi- 
plied by the molecuto wd^Vvl \s the same for all these gases. 
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is the law of Dulong and Peiit. It would be accu- 
for all gases if the value of ji were the same in every 

It has been shown at p. 181 that the diETersDce of the tK'o 
SliecUic heats is ci.'. Hence their ratio, y, is 

=. ^ + I and ^ = 8 -^. 
ifi ' v-i 

If uis the velocity of sound in a gas, we have, as at p. 308, 

yp^' (i^) 

i The mean square of the velocity of agitation is 

= 3/1 (13) 

t Hence V ^»/— V, or, if 7 ^ luoS, as in air and several 
* ^3 

!r gases, 

u = 6858 V or v = f4s8 v . . (14) 
[ These are the relations between the velocity of sound and 
Be velocity of mean square of agitation in any gas for which 

1-408. 
F The nature of this book admits only of a brief account of 
tne other results of the kinetic theory of gases. Two of 
e are independent of the nature of the action between 
ftc molecules during their encounters. 

1 The first of these relates to the equilibrium of a mixture of 
s acted on by gravity. The result of our theory is that 
the final distribution of any number of kinds of gas in a 
vertical vessel is such that the density of each gas at a 
given height is the same as if all the other gases had been 
removed, leaving it alone in the vessel. 

This is exactly the mode of distribution which Dalton 
supjiostd to exist in a mixed atmosphere in equilibrium, the 

11" of diminution of density of each constituent gas beint 
; same as if no other gases were present 
In our atmosphere the continual disturbances caused 1 
ads cariy portions of the mixed gases from one H 
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so that the proportion of oxygen and nitrogen al 
heights is crncb more uniform than if these gas« 
been allowed to take (heir places by diffusion during a 
dead calm. 

The second result of our theory relates to the thermal equi- 
librium of a venical cohimn. We find that if a vertical 
cotumn of a gas were left to itself till by the conduction 
of heat it had attained a condition of thermal equilibrium, 
the temperature would be the same throughout, or, in other 
words, gravity produces no effect in making the bottom of 
the column hotter or colder than the top. 

This result is important in the theory of thermodynamics, 
for it proves that gravity has no influence in altering the 
conditions of thermal equilibnum in any substance, whether 
gaseous or not For if two vertical columns of different 
■ulisiances stand on the same perfectly conducting horizontal 
I, the temperature of the bottom of each column will be 
tJic same ; and if each column is in thermal equilibrium of 
If, ihe temperatures at all equal heights must be the same, 
n fact, \i the temperatures of the tops of the two columns 
were different, we might drive an engine with this difference of 
temperature, ami the refuse heat would pass down the colder 
column, through the conducting plate, and up the warmer 
coluinnj and this would go on till all the heat was converted 
into work, contrary to the second law of thermodynamicB. 

But we know that if one of the columns is gaseous, its 
temperature is uniform. Hence that of the other must be 
unifonn, whatever its material. 

This result is by no means applicable to the case of our 
.tmosphere. Setting aside the enormous direct effect of 
e sun's radiation in disturbing thermal equilibrium, the 
feet of winds in carr>-ing large masses of air from one 
iight to another tends to produce a distribution of tern- 
iratute of a quite different kind, the temperature at any 
tt being such that a mass of air, brought from one height 

lUi gJiining or losing heat, would always find , i 
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itself at the temperature of the sunounding air. In this 
condition of what Sir ^Vil!iam Thomson has calletl the Con- 
vective equilibrium of heat, it is not the temperature which 
is constant, but the quantity ^, which iletermines the adia- 

In the convective equilibrium of temperature, Che abso- 
lute temperature is projionional to the pressure raised tt 
the power , or 0233- 

7 

The extreme slowness of the coniiuctioii of heat ii 
compared with the rapidity with which large masses of a 
are carried from one height to another by the winds, cause&l 
the tempei-attire of the diftereiit strata of the atmospher 
depend far more on this condition of convective equilibrium 
than on true thermal equilibrium. 

We now proceed to those phenomena of g;ises which, 
according to the kinetic theory, depend upon the particular 
nature of the action which takes place when the molecules 
each other, and on the fretiuency of these 
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There are three phenomena of this kind of which the 
kinetic theory lakes account — the diffusion of gases, the 
viscosity of gases, and the conduction of heat through a gas. 
We have already described the known facts about the 
interdifftision of two different gases. It is only when the 
gases are chemically different that we can trace the process 
of diffusion, but on the molecular theory diffusion i: 
going on, even in a single gas ; only it is impossible to trac 
pri^ess of the molecules, because we ca 
another. 

relation between diffusion and viscosity may 1 
ined as follows ; Consider the case of motion of a n 
■hich has already been described in Chapter XXI., BJ 
lich the different horizontal layers of the gas slide c 
each other. In diffusion the molecules pass, .some of tl 
Inwards, and some of them downwards, throug 
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honzonial plane. If the medium has different properties of 
any Jcind above and below ihis plane, then Ihis interchange 
of molecules will tend to assimilate the properties of the livo 
portions of the medium. 

In the case of ordinary (iitfusion, the proportions of the 
tivo diffusing substances are different above and below, and 
vary in the difierent horizontal layers according to fliat 
height In the case of internal friction, the mean horizonul 
momentuni is different in the different layers, and when itie 
molecules pass through the plane, carrying their momentum 
with ihcm, this exchinge of momenl.im between the uppet 
and lower parts of the medium constitutes a force tending 10 
equalize their velocity, and this is the phenomenon aotodlly 
observed in the motion of viscous fluids. 

The coefficient of viscosity, when measured in the kine- 
matic ft-ay, represents the rate at which the equalixatioa of 
velocity goes on by the exchange of the momentum of the 
molecules, just as the coefficient of diffusion represents the 
rate at which the equalization of chemical composition goes 
on by the exchange of the molecules themselves. 

It appears from the kinetic theory of gases that if D Is 
the coefficient of diffusion of the gas into itself, and ¥ the 
viscosity measured kinematjcally, 

.• = 0-64790 (15) 

n= 15435 *■ (16) 

The conduction of heat in a gas, according to the kinetic 
theory, is simply the diffusion of the energy of the molecules 
by their moving about in the medium and carrying theit 
energy with them till they encounter other molecules, when 
the energy is redistributed. The relation of the conduc- 
tivity »■, measured thermometricaljy, to the viscosity <\ 
measured kinematically, is 
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II appears, therefore, that diffusion, viscosity, and conduc; 



B^ Evaporation and CoiiJcnsation. 

tivity in gases are related to each other in a verj' simpl* 
way, beiBg the rate of equalization of three properties of the 
medium — the proportion of its ingredients, its velocity, and 
its temperature. The equalization is effected by the same 
agency in each case — namely, the agitation of the molecules. 
In each case, if the density remains the same, the rate of 
equalization is proportional to the absolute temperature ; 
and if the temperature remains the same, the race of equal- 
ization is inversely proportional to the density. Hence, 
if we consider the temperature and the pressure as defining 
the state of the gas, the quantities d, v, and t vary directly 
as the square of the absolute temperature and inversely as 
the pressure. 



EOLECULAR THEORV OF EVAPORATION AND CONDENSATIOS. 
The mathematical difficulties arising in the investigation 
u> the motions of molecules are so great that it is not to be 
\vondere(I at that most of the numerical results are confined 
to the phenomena of gases. Tlie general character, however, 
of the explanation of many other phenomena by the mole- 
cular theoiy has been pointed out by Clausius and others. 

We have seen that in the case of a gas some of the mole- 
cules have a much greater velocity than others, so that it is 
only to the average velocity of al! the molecules that we can 
ascribe a definite value. It is probable that this is also true 
of the motions of the molecules of liquids, so that, though 
the average velocity may be much smaller than in the TOpour 
of that liquid, some of the molecules in the liquid may have 
velocities equal to or greater than the average velocity in 
the vapour. If any of the molecules at the surface of the 
liquid have such velocities, and if they are moving_/rii«( the 
liquid, they will escape from those forces which retain the 
other molecules as consrituents of the liquid, and will fly 
about as vapour in the space outsi<.ie the liquid. This || 
the molecular theory of evaporation. At the same tim& 
molecule of the vapour striking the liquid ma^ \ 
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entangled among the molecuies of the liquid, and n 
become part of the hquid. This is the mokcular explanation 
of condensation. The number of molecules which pass from 
the liquid to the vapour depends on the temperature of the 
liquid. The number of molecules which pass from the 
vapour tc the liquid depends upon the density of the vapour 
as well as its temperature. If the temperature of the vapour 
is the same as that of the litjuid, evaporation will take place 
as long as more molecules are evaporated than condensed ; 
but when the density of the vapour has increased to such a 
value that as many molecules are condensed as evaporated, 
then the vapour has attained its maximum density. It is 
then said to be saturated, and it is commonly supposed that 
evaporation ceases. According to the molecular theory, 
however, evaporation is still going o 
condensation is also going o 
proportions of liquid and of g; 

We have hitherto spoken of the c 



s ever ; only, 
n equal rate, since the 
lin unchanged. 

"n which the liquid 



and the vapour consist of the same substance in different 
states. 

A simikr explanation, however, applies to cases in which 
the vapour or gas is absorbed by. a liquid of a different kind, 
as when oxj'gen or carbonic acid is absorbed by water or 
alcohol. In such cases a ' movable equilibrium ' is attained 
when the liquid has absorbed a quantity of the gas whose 
volume at the density of the unabsorbcd gas is a certain 
multiple or fraction of the volume of the liquid ; or, in other 
words, the density of the gas in the liquid and outside the 
liquid stand in a certain numerical ratio to each other. This 
subject is treated very fully in Buosen's ' Gasometry." 

The amount of vapour of a liquid diffused into a gas of a 
different kind is generally independent of the nature of the 
gas, except when the g,is acts chemically on the vapour. 
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MOLECULAR THEORY OF ELECTROLYSIS. 

A veiy interesting part of molecular science which has not 

"" been thoroughly worked out, but which hardly belongs to a 

treatise on Heat, is the theory of electrolysis. Here an 

electromotive force acting on a liquid electrolyte causes 

^.the molecules of one of its components to be urged in one 

iidiiection, while those of the other component are urged in 

; opposite direction. Now these components are joined 

together in pairs by chemical forces of great power, so that 

night expect that no electrolytic effect could take place 

(unless the electromotive force were so strong as to be able 

o tear these couples asunder. But, according to Clausius, in 

Oie dance of molecules which is always going on, some of the 

iked pairs of molecules acquire such velocities diat when 

fliey have an encounter with a pair also in violent motion 

^■tiie molecules composing one or both of the pairs are torn 

asunder, and wander about seeking new partners. If the 

temperature is so high that the general agitation is so violent 

that more pairs of molecules are torn asunder than can pair 

an equal lime, we have the phenomenon of 

Dissociation, studied by M. St. Claire Deville, If, on the 

pother hand, the separated molecules can always find partners 

efore they are ejected from the system, the composition of 

e system remains apparently the same. 

Now Professor Clausius considers that it is during these 

temporary separations that the electromotive force comes 

Ento play as a directmg power, causing the molecules of 

Mie component to move on the whole one way, and those 

f the other the opposite way. Thus the component mole- 

; always changing partners, even when no electn 
K>tive force is in action, and the only effect of this force is 
Jve direction to those movements which are already goingfl 

Professor Wiedemann, who has also taken this v 
lectrolysis, compares the phenomenon with that of dif 
^d shows that the electtic conductivity of an electrpi 
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^^H be considered as depending on the coefficient of difTusion 
^^V tlie components throngh each other, 
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MOLECULAR THEORY OF RADIATION, 
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The phenomena already described are esplained on the 
molecular theory by the motion of agitation of the molecules, 
a motion which is exceedingly irregular, the intervals between 
successive encounters and the velocities of a molecule 
during successive free paths not being subject to any law 
which we can express. The internal motion of a single 
molecule is of a very different kind, If the parts of the 
molecule are capable of relative motion without being 
altogether torn asunder, this relative motion will be some 
kind of vibration. The small vibrations of a connected sys- 
tem may be resolved into a number of simple vibrations, the 
law of each of which is similar to that of a pendulum. It is 
probable that in gases the molecules may execute many of 
such vibrations in the interval between successive encounters. 
At each encounter the whole molecule is roughly shakeR 
Duiing its free path it vibrates according to its own laws, 
the amplitudes of the different simple vibrations being deter- 
mined by the nature of the collision, but their periods 
depending only on the constitution of the molecule itself. 
If the molecule is capableof communicating these vibrations 
to the medium in which radiations are propagated, it will 
send forth radiations of certain definite kinds, and if these 
belong to the luminous part of the spectrum, they will be 
visible as light of definite refrangibility. This, then, is the 
explanation, on the molecular theory, of the bright lines 
observed in the spectra of incandescent gases. They repre- 
sent the disturbance communicated to the luminiferous 
medium by molecules vibrating in a regular and periodic 
manner during their free paths. If the free path is long, 
the molecule, by communicating its ybrations to the ether, 

'" ;ase to vibrate till it encounters some other molecule. 
ijlisiag the tcmpeta.tt«t -kc increase the velocity e/l 
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the motion of agitation and the force of each encounter. 
The higher the temperature the greater will be the amjili- 
tude of the internal vibrations of all kinds, and the more 
likelihood will there be that vibrations of short period will 
be excited, as well as those fundamental vibrations which 
are most easily produced. By increasing the density we 
diminish the length of the free path of each molecule, and 
thus allow less time for the vibrations excited at each 
encounter to subside, and, since each fresh encounter dis- 
turbs the regularity of the series of vibrations, the radiation 
will no longer be capable of complete resolution into a 
series of vibrations of regular periods, but will be analysed 
into a spectrum showing the bright bands due to the regular 
vibrations, along with a ground of diffused lipht, forming a 
continuous spectrum due to the irregular motion introduced 
Rt each encounter. 

Hence when a gas is rare the bright lines of its spectrum 
&re narrow and distinct, and the spaces between them are 
dork. As the density of the gas increases, the bright lines 
become broacer and the spaces between them more 
luminous. 

There is another reason for the broadening of the bright 
lines and the luminosity of the whole spectrum in dense 
pases, which we have already stated at p. sag. There is 
this difference, however, between the effect there mentioned 
and that described here. At p. azg the light from a 
certain stratum of incandescent gas was supposed to pene- 
trate through other strata, which absorbed the brighter rays 
faster than the less luminous ones. This effect depends 
only on the total quantity of gas through which the rays 
pass, and will be the same whether it is a mile of gas ai 
thirty inches pressure, or thirty miles at one inch pressure. 
The effect which we are now considering depends on the 
absolute density, so that it is by no means the same whether 
a stratum containing a given quantity of gas is one mile or 
thirty miles thick. 
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When the gas is so far condensed that it assumes the 
liquid or solid form, then, as the molecules hove no free 
path, Ihey have no regular vibrations, and no bright lines 
are commonly observed in incandescent liquids or solids. 
Mr. Huggins, however, has observed bright lines in the 
spectrum of incandescent erbia and lime, which appear to 
be due to the solid matter, and not to its vapour. 
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Before I conclude, I wish to direct attention to an aspect 
of the molecular theory which deserves consideration. 

One of the best established facts in thermodynamics is 
that it is impossible in a system enclosed in an envelope 
which permits neither change of volume nor passage of heat, 
and in which both the temperature and the pressure are every- 
where the same, to produce any inequality of temperature or 
of pressiu-e without the expenditure of work. This is the 
second law of thermodynamics, and it is undoubtedly true 
as long as we can deal with bodies only in mass, and have 
no power of perceiving or handling the separate molecules 
of which they are made up. But if we conceive a being 
whose faculties are so sharpened that he can follow every 
molecule in its course, such a being, whose attributes are still 
as essentially finite as our own, would be able to do what is 
at present impossible to us. For we have seen that the 
molecules in a vessel full of air at uniform temperature are 
moving with velocities by no means uniform, though the 
mean velocity of any great number of them, arbitrarily 
selected, is almost exactly uniform. Now let us suppose 
that such a vessel is divided into two portions, a and e, by 
a division in which there is a small hole, and that a bein^ 
who can see the individual molecules, opens and closes this 
hole, so as to allow onlj- the swifter molecules to pass 
fvom A to B, and on\y ihe slower ones to pass from b to a. 
L Se will thus, without. ex.peini«u.ie o^ -wu^ i 
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perature of b and lower that of .a, in contradictioo 
second law of thennodj-namics. 

This is only one of the instances in which condusions 
which we hai-e draira from our experience of bodies con- 
sisting of an immense number of molecules may be found 
not to be applicable to the more delicate observations and 
experiments which we may supjwse made by one who 
perceive and handle the indiridual molecules which we deal 
with only in large masses. 

In dealing with masses of matter, while we do not perceive 
the individual molecides, we are compelled to adopt what 
have described as the statistical method of calculadon, and 
to abandon the strict dynamical method, in which we follow 
every modon by the calculus. 

It would be interesting to enquire how fer those ideas 
about the nature and methods of science which have been 
derived from examples of scientific investigation in which 
the dynamical method is followed are applicable to our 
actual knowledge of concrete things, which, as we have seen, 
js of an essentially statistical nature, because no one has 
1 discovered any practical method of tracing the path 
Ifa molecule, or of identifying it at different t 

It think, however, that the perfect identity which 
ir observe between different portions of the same kind of 
T can be explained on the statistical principle of the 
ilnlity of the averages of large numbers of quantities 
'i of which may differ from the mean. For if of 
mles of some substance such as hydrogen, some 
^lly greater mass than others, we have the n 
>ducing a separation between molecules of different 
es, and in this way we should be able to produce two 
Is of hydrogen, one of which would be somewhat denser 
a the other. As this cannot be done, we must admit that 
ft«quality which we assert to exist between the molecules^ 
qfdn^en applies to each individual molecule, and n4 
average of groups of milhons of jaolecuks. 
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Etence ibe kind of ^ptynbiinn wkh ■faicfa we have 
b c mui e so faanKar imda the name of dteoiics of evolutioD 
is qmte kapp&cable to die case of molecules. 
I It is One diat Docaitei, whose inventireness knew no 
Ixxmds, has giren a tbetxj of d>e ertdution of molecules. 
He supposes that ifae molecules with which (he heavens 
are nearly filled have received a spherical fonn from the 
^ iof^'CODtintied finding, oi XiieH ■i(iQ\'w»ii'£ -^psis^^^ *u,^ , 
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like marbles in a mill, they have ' rubbed each other's angles 
down.' The result of this attrition rurmi the finest kind of 
molecules, nith which the intereli'-.et between the globular 
molecules are £Ued. But, beside* t!it»e, he describes another 
elongated kind of moleculei, the parlUula striata, which 
have received their form from their often threading the 
interstices between three sjiherea in contact. They have thus 
acquired three tongitudinal ri4gcil, and, since some of them 
during their passage arc rotating on their axes, these ridges 
are not in general parallel to the axil, but are twisted like 
the threads of a screw. By meanJi of these little screws 
he most ingeniously attempts to explain the phenomena of 
magnetism. 

But it is evident that his molecule* are very different from 
ours. His seem to l>e produced by »ome general break-up 
of his solid space, and to be ground down in the course of 
ages, and, though their relative magnitude is iti some degree 
determinate, there is nothing to determine the absolute 
magnitude of any of them. 

Our molecules, on the other hand, are unalterable by any 
of the processes which go on in the present state of things, 
and ever^' individual of each species is of exactly the same 
magnitude, as though they had all been cast in the same 
mould, like bullets, and not merely selected and grouped 
according to their size, like small shot 

The individuals of each species also agree in the nature of 
the light which they emit — that is, in their natural periods of 
vibration. They are therefore like tuning-forks all tuned to 
concert pitch, or like watches regulated to solar time. 

Tn speculating on the cause of this equality we are debarred 
from imagining any cause of equalization, on account of the 
immutabilitj' of each individual molecule. It is diliicult, on the 
other hand, to conceive of selection and elimination of inter- 
mediate varieties, for where can these eliminated molecides 
have gone to if, as we have reason to believe, the hv 
&c, of the fixed stars is composed of molecules i^ 
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1 respects with our own ? The time required to elimJ 
from the whole of the visible universe every molecule whose 
mass differs from that of some one of our so-called elements, 
by processes similar to Graham's method of dialysis, which 
is the only method we can conceive of at present, would 
exceed the utmost limits ever demanded by evolutionists 
as many times as these exceed the period of vibration of a 
molecule. 

But if we suppose the molecules to be made at all, or if 
we suppose them to consist of something previously made, 
why should we expect any irregularity to exist among them? 
If they are, as we believe, the only material things which 
still remain in the precise condition in which they first 
began to exist, why should we not rather look for some 
indication of that spirit of order, our scientific confidence 
in which is never shaken by the difficulty which we expe- 
rience in tracing it in the complex arrangements of viable 
things, and of which our moral estimation is shown in all 
our attempts to think and speak the truth, and to ascertain 
the exact principles of distributive justice ? 
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